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DISCLAIMER

This report documents version 2.0 of UNSATCHEM, a software package for simulating
one-dimensional water flow, heat transport, carbon dioxide transport and solute transport with
major ion equilibrium and kinetic chemistry in variably saturated media. UNSATCHEM is a
public domain code, and as such may be used and copied freely. The code has been verified
against a number of test cases. However, no warranty is given that the program is completely
error-free. If you do encounter problems with the code, find errors, or have suggestions for

improvement, please contact one of the authors at

U. S. Sdinity Laboratory
USDA, ARS

450 West Big Springs Road
Riverside, CA 92507

Tel. 909-369-4865 (J. Simtinek)

Tel. 909-369-4816 (D. L. Suarez)

Fax. 909-342-4964

E-mail: jsimunek@ussl.ars.usda.gov
dsuarez(@ussl.ars.usda.gov

11



ABSTRACT

Simtinek, J, D. L. Suarez, and M. Sejna. 1996. The UNSATCHEM Software Package for
Simulating One-Dimensional Variably Saturated Water Flow, Heat Transport, Carbon Dioxide
Production and Transport, and Solute Transport with Maor lon Equilibrium and Kinetic
Chemistry, Version 2.0. Research Report No. 141, U. S. Salinity Laboratory, USDA, ARS,

Riverside, Cdlifornia

This report documents version 2.0 of UNSATCHEM, a software package for simulating
water, heat, carbon dioxide and solute movement in one-dimensional variably saturated media.
The software consists of the UNSCHEM (version 2.0) computer program, and the UNSATCH
interactive graphics-based user interface. The UNSCHEM program numerically solves the
Richards equation for variably-saturated water flow and convection-dispersion type equations for
heat, carbon dioxide and solute transport. The flow equation incorporates a sink term to account
for water uptake by plant roots. The heat transport equation considers transport due to
conduction and convection with flowing water. Diffusion in both liquid and gas phases and
convection in the liquid phase are considered as CO, transport mechanisms. The CO, production
model is described. The major variables of the chemical system are Ca, Mg, Na, K, SO,, Cl,
NO,, H,SiO,, akalinity, and CO,. The model accounts for equilibrium chemical reactions
between these components such as complexation, cation exchange and precipitation-dissolution.
For the precipitation-dissolution of calcite and dissolution of dolomite, either equilibrium or
multicomponent kinetic expressions are used which include both forward and back reactions.
Other dissolution-precipitation reactions considered include gypsum. hydromagnesite,
nesquehonite, and sepiolite. Since the ionic strength of soil solutions can vary considerably with
time and space and often reach high values, both modified Debye-Hiickel and Pitzer expressions
were incorporated into the model as options to calculate single ion activities.

The program may be used to analyze water and solute movement in unsaturated, partially
saturated, or fully saturated porous media. The flow region may be composed of nonuniform
soils. Flow and transport can occur in the vertical. horizontal, or a generally inclined. direction.

The water flow part of the model can deal with prescribed head and tlux boundaries. boundaries
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controlled by atmospheric conditions, as well as free drainage boundary conditions. The
governing flow and transport equations are solved numerically using finite differences and
Galerkin-type linear finite element schemes, respectively.

This report serves as both a user manual and reference document. Detailed instructions
are given for data input preparation. A graphics-based user interface, UNSATCH, for data
preparation and graphical output display in the MS Windows environment is described in the
second part of the manual.
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€° relative error in the solute mass balance [%]

€ relative error in the water mass balance [%%]

6,0, volumetric air and water content, respectively [L’L"]

6,0, volumetric fractions of solid phase and organic matter, respectively [L°L]

6,06, residual and saturated volumetric water content, respectively [L°L7)

6, 0, parameter of the retention curve [L°L"]

6, parameter of the hydraulic conductivity function [L’L7]

A coefficient of the apparent thermal conductivity of the soil [MLT K] (e.g. W

m-lK-l)

A dispersivity in the water phase [L]

No thermal conductivity of the soil [MLT’K"'] (eg. W m'K™")
&

local coordinate [-]

(P tortuosity factors in gas and liquid phase, respectively [LL"]
¢ linear basis function [-]

¢ osmotic coefficient [-]

?," upstream weighted basis functions [-]

At time increment [T]

Al minimum permitted time increment [T]

Al maximum permitted time increment [T]
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GENERAL INTRODUCTION AND OVERVIEW OF UNSATCHEM

Modelling the transport and chemical reactions of major solute species in and below the
rootzone plays a critical role for proper irrigation, fertilization and surface and ground water
management. Realistic modeling of the rootzone chemistry requires consideration of water flow,
heat transport, plant water uptake, as well as prediction of the dynamic changes in CO,
concentration with time and space. It must also account for solute movement and the chemical
processes for the solutes of interest. Soil temperature, which can change annually from about - 10
up to +50 °C, significantly affects the thermodynamic equilibrium constants and reaction rates and
therefore influences even the selection of the method for prediction of the soil solution chemistry
- from equilibrium models to models based on kinetic expressions. In addition, CO,
concentrations can change several orders of magnitude from values which are at equilibrium with
the CO, content in the atmosphere (0.035%) up to extreme values of about 20%. The solubility
of many solid phases such as carbonates and oxihydroxides significantly changes within this range
in CO,, primarily because changes in soil CO, produce changes in soil pH for all but acid soils.

The processes of evaporation and plant transpiration also exert a mgjor influence on the
solution composition and water and solute distribution in near surface environments. These
processes concentrate the salts by decreasing the amount of water in the soil, and when combined
with irrigation in arid regions, saline conditions can result. lon activities for such chemical
conditions should be calculated with expressions suitable for use in brines rather than the standard
formulations for dilute solutions. The interaction of evapotranspiration, changing soil gas
composition, ion exchange and soil-water reactions requires consideration of the possibility to
precipitate or dissolve various minerals. Major ions (consisting mainly of Ca’, Mg*, Na, K,
CI, SO,>,HCO,, CO,*, and NO,) may accumulate in certain parts of the soil profile in such
amounts that crop yield can be seriously reduced. Therefore any model attempting to successfully
predict the solution chemistry of the major ions in the unsaturated zone should address al these
processes and variables.

Traditionally the hydrological models for water flow and solute transport and the chemical
models considering solution chemistry were developed separately. The solute transport models

mostly considered only one solute and simplified chemical processes. The complex processes of



adsorption and cation exchange were usually accounted for by linear [Huyakornet al., 1991] or
nonlinear Freundlich isotherms [Yeh and Huff, 1985; Simiinek and van Genuchten,1993], where
all reactions between solid and liquid phases were lumped into the distribution coefficient K, [Liu
and Narasimhan, 1989a] and possibly into the nonlinear exponent. Other processes such as
precipitation, biodegradation, volatilization or radioactive decay were simulated by simple first-
or zero-order rate constants. Severa models were developed which simulate severa solutes
involved in sequential first-order decay reactions [Gureghian, 198 1; Wagenet and Hutson, 1987,
Simiinek and van Genuchten, 1993].

Only in the last decade has there been significant effort to couple hydrological models for
water flow and solute transport with chemical equilibrium models. Recent reviews on the
development of the hydrogeochemical transport models of reactive multichemical components
were given by Abriola [ 1987], Kirkner and Reeves [ 1988}, Yeh and Tripathi [ 1989], Rubin[1990]
and Mangold and Chin-Fu Tsang [ 1991]. Kirkner and Reeves [ 1988] presented an analysis of
several methods for approximate solution of multicomponent transport with homogeneous and
heterogeneous chemical reactions and discussed how the nature of the chemistry may affect the
choice of the numerical formulation and solution algorithm. Yeh and Tripathi [ 1989] provided
a critical review of many computational methods that have been presented in the hydrologic
literature for solving multicomponent, equilibrium-controlled transport.

Most of the research has been, and still is, concentrated on the saturated zone where
changes in water velocity, temperature and pH are relatively gradual and thus are less important
than in the unsaturated zone. Therefore most of the developed models were based on one-
dimensional steady-state saturated water flow with fixed water velocity, temperature and pH
[ Valocchi et al., 198 1; Jennings et al., 1982; Walsh et al, 1984; Cederberg et al., 1985; Kirkner
et al., 1985; Forster, 1986; Bryant et al., 1986; Forster and Gerke, 1988; Kirkner and Reeves,
1988; among others]. Only recently several models were published that can be applied to
problems that include multicomponent solute transport in variably saturated water flow [Liu and
Narasimhan, 1989a; Yeh and Tripathi; 1991; Siminck and Suarez,1994]. For example.
Narasimhan et al. [ 1986] and Liu and Narasimhan {1989a] developed the model DY NAMIX that

was coupled with an integral finite difference program for fluid flow in variably saturated porous



media. Yeh and Tripathi [ 1991] presented the development and demonstration of a two-
dimensional finite element hydrogeochemical transport model, HY DROGEOCHEM, for
simulating transport of reactive multispecies chemicals.

Modeling of major ion chemistry in the soil profile requires the coupling of a chemical
model to atransient variably saturated water flow model which allows the simulation of processes
such as root water uptake. Robbins et al. [ 1980a,b] developed chemical precipitation-dissolution
and cation exchange subroutines using equilibrium chemistry and coupled them with a one-
dimensional water movement-salt transport-plant growth model. They tested their model by
comparing its results with experimental data obtained from a lysimeter study. Further evaluation
of their model was done by Dudley et al. [ 198 1] for field conditions under cropped and
uncropped conditions. They reported that the model gave adequate simulation of salinity but not
individual ion concentrations. Russo [1986] combined the salinity model of Robbins et al.
[1980a] with the transport model of Bresler [1973] to theoretically investigate the leaching of
gypsiferous-sodic soil under different soil conditions and water qualities. Robbins’ equilibrium
chemistry model was aso the basis for the numerical code LEACHM of Wagenet and Hutson
[1987]. One simplification in these modelsis that they call the equilibrium chemistry model only
once at each time step without iterating between transport and chemical modules. In many cases
this simplification produces noticeable numerica error, as was shown by Yeh and Tripathi [ 199 1].
The second simplification is that these models consider only equilibrium reactions, while
published data in natural systems have indicated that kinetic reactions often control solution
composition. For example, studies of major ion compositions in and below the rootzone of
calcareous arid zone soils have indicated that calcite equilibrium is not a reasonable assumption
for predicting water composition [Suarez, 1977b; Suarez and Rhoades, 1982] and that a kinetic
expression yields values closer to the field measurements [Suarez, 1985]. Existing models also
assume either a fixed pH or a fixed CO,, which are gquestionable assumptions for soils, which
usually exhibit fluctuation of both of these variables [Suarez and Simiinek,1997]. T h e
UNSATCHEM model also differs from other water flow - solute transport models in that it
considers the effects of chemical composition on hydraulic conductivity [Suarez and Simiinek,1997).

The main purpose of this report is to document the UNSATCHEM software package for



simulating one-dimensional variably-saturated water flow, heat movement, carbon dioxide
production and transport, and the multicomponent transport of major ions. UNSATCHEM
consists of the UNSCHEM (version 2.0) computer program, and the UNSATCH (version 1.0)
interactive graphics-based user interface. UNSCHEM numerically solves the Richards equation
for saturated-unsaturated water flow and convection-dispersion type equations for carbon dioxide,
heat and solute transport. The water flow equation incorporates a sink term to account for water
uptake by plant roots. The heat transport equation considers movement by conduction as well
as convection with flowing water. The diffusion in both liquid and gas phases and convection
in the liquid phase are considered as CO, transport mechanisms. CO, production model is
described. The major variables of the chemica system are Ca, Mg, Na, K, SO,, Cl, NO,, H,SiO,,
alkalinity, and CO,. The model accounts for equilibrium chemica reactions between these
components such as complexation, cation exchange and precipitation-dissolution.  For the
precipitation-dissolution of calcite and dissolution of dolomite, either equilibrium or
multicomponent kinetic expressions are used which include both forward and back reactions.
Other dissolution-precipitation reactions considered include gypsum, hydromagnesite,
nesguehonite, and sepiolite. Since the ionic strength of soil solutions can vary considerably with
time and space and often reach high values, both modified Debye-Hiickel and Pitzer expressions
were incorporated into the model to calculate single ion activities.

The UNSATCHEM package may be used to analyze water and solute movement in
unsaturated, partially saturated, or fully saturated porous media. The flow region itself may be
composed of nonuniform soils. Flow and transport can occur in the vertical, horizontal, or in a
generally inclined direction. The water flow part of the model considers prescribed head and flux
boundaries, as well as boundaries controlled by atmospheric conditions or free drainage. First
and third-type boundary conditions can be implemented in both the solute and heat transport parts
of the model.

The governing flow and transport equations are solved numerically using standard
Galerkin-type linear finite element schemes, or modification thereof. The program is a modified
one-dimensional version of the UNSATCHEM-2D code simulating water, CO,, heat and
multicomponent solute movement in two-dimensional variably saturated media [Simiinck and

Suarez,1993b,1994], and an extension of the one-dimensional variably saturated flow and solute
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transport code HYDRUS-1D of Simiinek et al. [1997], and carbon dioxide transport code
SOILCO02 [Simimek and Suarez, 1993c], which in turn were based in part on the variably
saturated flow codes SWMS_1D and SWMI of Siniinek [ 199 1]and Vogel [ 1990], respectively.
Several sections in this report were adopted from the HYDRUS-1D [Simuinek et al., 1997] and
SOILCO2 [Simiinek and Suarez, 1993¢c] manuals. The source code was developed and tested
on a P.5 using the Microsoft’s Fortran PowerStation compiler. Severa extensions of the MS
Fortran beyond the ANS| standard were used to enable communication with graphic based user-
friendly interface.

One major problem which often prevents the widespread use of otherwise well-
documented numerical computer codes is the extensive work generally required for input data
preparation, finite element grid design, and graphical presentation of the output results. To avoid
or simplify the preparation and management of complex input data files for flow problems, and
to graphicaly display the fina simulation results, we developed the UNSATCH interactive
graphics-based user-friendly interface for the MS Windows 3.1, Windows 95, and Windows NT
environment. The UNSATCH interface is directly connected to UNSCHEM. The software
package is distributed on two 3': inch floppy diskettes containing all necessary tiles needed to
run the interface and the input and output files of four examples discussed in this report.

A genera overview of the UNSATCH graphics-based interface is described in Part B of
this manual. In addition to the detailed descriptions in this section, extensive on-line help files

are available with each module of the user interface.



PART A

The UNSCHEM Code for Simulating the One-Dimensional
Variably Saturated Water Flow, Heat Transport, Carbon
Dioxide Production and Transport, and Multicomponent
Solute Transport with Major lon Equilibrium and Kinetic

Chemistry

Version 2.0

J. Simtnek and D. L. Suarez



1. INTRODUCTION

This part gives a detailed description of the UNSCHEM computer code which
numerically solves the Richards' equation for variably-saturated water flow and convection-
dispersion type equations for carbon dioxide, heat and solute transport. The flow equation
incorporates a sink term to account for water uptake by plant roots. The heat transport equation
considers transport due to conduction and convection with flowing water. The diffusion in both
liquid and gas phases and convection in the liquid phase are considered as CO, transport
mechanisms. CO, production model is described. The mgor variables of the chemical system
are Ca, Mg, Na, K, SO,, Cl, NO,, H,SiO,, akalinity, and CO,. The model accounts for
equilibrium chemical reactions between these components such as complexation, cation exchange
and precipitation-dissolution. For the precipitation-dissolution of calcite and dissolution of
dolomite, either equilibrium or multicomponent kinetic expressions are used which include both
forward and back reactions. Other dissolution-precipitation reactions considered include gypsum,
hydromagnesite, nesguehonite, and sepiolite. The model includes the option to use either an
extended Debye-Hiickel model to calculate individual ion activities or Pitzer expressions (adapted
from Felmy[1990]) for calculation of activities at high ionic strength. The program may be used
to analyze water and solute movement in unsaturated, partially saturated, or fully saturated porous
media. The flow region may be composed of nonuniform soils. Flow and transport can occur
in the one-dimensional either vertical, horizontal, or a generaly inclined direction. The water
flow part of the model can deal with prescribed head and flux boundaries, boundaries controlled
by atmospheric conditions, as well as free drainage boundary conditions. The governing flow
and transport equations are solved numerically using finite differences and Galerkin-type linear
finite element schemes, respectively.

Part B gives a general overview of the UNSATCH graphics-based interface.



2. VARIABLY SATURATED WATER FLOW
2.1. Governing Flow Equation

One-dimensional water movement in a partialy saturated rigid porous medium is
described by a modified form of the Richards equation under the assumptions that the air phase
plays an insignificant role in the liquid flow process and that water flow due to a thermal gradient
can be neglected [Richards, 1952]:

a0
Ko 2 Ok cose)] -8 @.1)
ot oz 0z

where h is the water pressure head [L] (terms expressed within [ ] represent dimensions of the
variable), 6, is the volumetric water content [L’L~], K is the unsaturated hydraulic conductivity
function [LT'],z istime [T], z is the spatial coordinate [L] (positive upward), « is the angle
between the flow direction and the vertical axis (i.e., « = 0° for vertical flow, 90° for horizontal
flow, and 0° <« <90° for inclined flow), and S is the sink/source term [L’L°T"'], which
encompasses water uptake by plant roots. The assumptions and limitations of this prevalent

approach have been discussed in detail by others [e.g. Nielsen et al., 1986].
2.2. Root Water Uptake

The sink term, S, is defined as the volume of water removed from a unit volume of soil
per unit time due to plant water uptake. A detailed review of different expressions for the root
water uptake can be found in Molz[ 1981]. We based the root water uptake model on the
expression first proposed by Feddes et al. [1978], modified to include osmotic stress [van
Genuchten, 1987]

S(hh,) = a(h)a,(h,)S, (2.2)

where S, is the potential water uptake rate [L’L°T'}in the root zone, a,(h,) is the osmotic stress

response function {-], 4, is the osmotic head [L], and where the water stress response function,
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o (h), is a prescribed dimensionless function of the soil water pressure head (0<a<1)[van
Genuchten, 1987]

1

2.3
1+(_h_)” (2.3)

50

a(h) =

where kg, [L] and b[-] are empirical constants. The parameter A5, represents the pressure head
at which the water extraction rate is reduced by 50 %. Note that this formulation of the water
stress response function, o, (#), in contrast to the expression of Feddes et al. [ 1978], does not
consider the transpiration reduction near saturation. The osmotic stress response function, a(4,),
is expressed in a similar way as «,(h) in (2.3), replacing the pressure heads with the osmotic
heads.

The potential water uptake rate in the root zone is expressed as the product of the
potential transpiration rate, 7,[LT™"], and the normalized water uptake distribution function, b(z)
[L™'], which describes the spatial variation of the potential water uptake rate, S,, over the root

Z0ne.

S =b@T, (3.4)

This function describes the spatia variation of the potential extraction term, .S, over the root zone
(Fig. 2.1), and is obtained by normalizing any arbitrarily measured or prescribed root distribution

function, b’'(z), as follows

b'(2)

b(z)= ——~=2
J b'(z)dz (2.5

where L, is the region occupied by the root zone. Normalizing the uptake distribution ensures

that b(z) integrates to unity over the flow domain, i.e.,

j b(z)dz= (2.6)

There are many ways to express the function b(z); constant with depth, linear [Feddes et al.,
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Fig. 2.1. Schematic of the potential water uptake distribution function, b(z),
in the soil root zone.

1978], exponential with a maximum at the soil surface [Rum, 1974]:
b(z)=ae U3 (2.7)

where L is the z-coordinate of the soil surface [L] and « is an empirical constant [L].van

Genuchten [ 1987] suggested the following depth-dependent root distribution function G(z):

b(z)= > L -02L <z<L
3L, ’
b(z) =2 (1-L22y L-L <z<L-02L (28)
2L L ' '
b(z)=0 z<L-L,

where L, is the root depth [L]. The actual transpiration rate, 7', is obtained by integrating the

root water uptake rate over the root zone as follows
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T = JS(h,h 2)dz=T, J o (M) e, (h,)B(z)dz (2.9)

a @2

L=1, L=L,
The root depth, L,, can be either constant or variable during the simulation. For annual
vegetation a growth model is required to simulate the change in rooting depth with time. In this
model we consider the root depth to be the product of the maximum rooting depth, L,, [L], and

the root growth coefficient, f,(t) [-]:
L(ty=L f.(1) (2.10)

To calculate the root growth coefficient, f,(t), we combined the Verhulst-Pearl logistic
growth function with the growth degree day (GDD) or heat unit concept [Gilmore and Rogers,
1958]. The logistic growth function is usually used to describe the biological growth at constant
temperature, whereas the heat unit model is utilized for determining the time between planting
and maturity of the plant. The heat unit model cannot be used directly to predict biomass during
the growth stage since it would predict a linear growth with time at constant temperature. By
combining the heat unit concept with the logistic growth function, we incorporate both time and
temperature dependence on growth.

For the growth degree day function we used a modified version of the relation developed
by Logan and Boyland [1983], who assumed that this function is fully defined by the
temperature, T [K], which can be expressed by a sine function to approximate the behavior of
temperature during the day, and by the three temperature limits, T,, 75, and 75 [K]. When the
actual temperature is below the base value T,, plants register little or no net growth. The plant
growth is at a maximum level at temperature 7,, which remains unchanged for some interval up
to a maximum temperature 73, above which increased temperature has an adverse effect on
growth. From this consideration, we use the following dimensionless growth function [Simiinek

and Suarez, 1993]:
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where T, are the heat units [KT] necessary for the plant to mature and the roots to reach the
maximum rooting depth, ¢,¢,, and ¢, represent time of planting, time at which the maximum
rooting depth is reached and time of harvesting, respectively; and parameter §[-] introduces into
the heat unit concept the reduction in optimal growth due to the water and osmotic stress. The
expression inside the parenthesis of equation (2.11) reaches value T, a time¢,, when roots reach
the maximum rooting depth. The individual integrals in (2.11) are evaluated only when the
particular arguments are positive. The parameter 6[-] is defined as the ratio of the actual to

potential transpiration rates:

5= Lo (2.12)
7])

Biomass or root development during the growth stage can also be expressed by the
Verhulst-Pearl logistic growth function

L
= 0 2.13
j{r(t) L" + (Lm— L’) e"/ ( )

where L, is the initial value of the rooting depth at the beginning of the growth period [L] and
r is the growth rate [T].

Both growth functions (2.11) and (2.13) can be used directly to model root growth.
However, to avoid the drawbacks of both concepts, as discussed above, we combine equations
(2.11) and (2.13) by substituting the growth function calculated from the heat unit concept (2.11)

for the time factor in the logistic growth function (2.13):
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1=t g(1) (2.19)

where ¢, is the time when GDD reaches the required value for the specific plant species (7},,).
This value is not known a priori; only the product ¢, must be known and that can be selected,

for example, so that f.(¢r) equals 0.99 for g(t)=l.

2.3. The Unsaturated Soil Hydraulic Properties

The unsaturated soil hydraulic properties in the UNSCHEM code are described by a set
of closed-form equations resembling those of van Genuchten [ 1980] who used the statistical pore-
size distribution model of Mualem[1976] to obtain a predictive equation for the unsaturated
hydraulic conductivity function. The origina van Genuchten equations were modified to add
extra flexibility in the description of the hydraulic properties near saturation [Sir et al., 1985;
Voge and Cislerova,1988]. The soil water retention, O(h), and hydraulic conductivity, K(h),
functions in UNSCHEM are given by:

o -0
6 + " h<h
o.m=1 " @+lar])” " (219
9, h>h
and
K K (h) h<h,
h-h)K -K
Kby =1 K, + S U STY h,<h<h (2.16)
h,\' - hk l
K, h>h
{ : :

respectively, where
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P i I i (2.17)
' Kv Suk F(B,) - F(ek)
o -0 "™ (2.18)
Fo) =|1—|_>»_r
W 6 _ 0
m P
m=1-1n , n>l (219
S = 6,6, (2.20)
<9 -0
S, = 6,79, (2.21)
6 -0

in which 6, and 6, denote the residual and saturated water contents [L’L"], respectively, and X,
is the saturated hydraulic conductivity [LT']. To increase the flexibility of the analytical
expressions, and to allow for a non-zero air-entry value, A, [L], the parameters 6, and 6, in the
retention function were replaced by the fictitious (extrapolated) parameters 6,<6, and 6,6, as
shown in Fig. 2.2. This approach maintains the physical meaning of 4, and #, as measurable
guantities. Equation (2.17) assumes that the predicted hydraulic conductivity function is matched
to a measured value of the hydraulic conductivity, K,=K(6,), at some water content, 6,, less than
or equal to the saturated water content, i.e., 6,<6, and K,<K,[Vogel and Cislerovad, 1988; Luckner
et al., 1989].

Inspection of (2.15) through (2.21) shows that the hydraulic characteristics contain 9
unknown parameters: 6,, 6,, 6, , 0,, o, n, K, K;, and 6,. When 6,=0,,0,=6,=0, and K,= K,

the soil hydraulic functions reduce to the origina expressions of van Genuchten[1980]:
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Fig. 2.2. Schematics of the soil water retention (a) and hydraulic conductivity (b) functions
as given by equations (2. 15) and (2.16), respectively.

0 9.0 h<0
+ 1
0,(h) = [T+ o] )" (2.22)
0, h>0
K K (h) h<()
K = (2.23)
K " h=0
where
K = SL,W[I (1 - Scl/m)"l]z (2.24)

Accumulation of monovalent cations, such as sodium and potassium, may lead to clay
dispersion, swelling, flocculation and overall poor soil physicomechanical propertics. These
processes have an adverse effect on the water transmission proper-tics including hydraulic

conductivity, infiltration rates and soil retention as the results of swelling and clay dispersion.
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These negative effects are usually explained based on the diffuse double layer theory. A
consequence of the more diffuse double layer in the presence of monovalent ions as compared
to divalent ions is the greater repulsion force or swelling pressure between neighbouring clay
platelets. These negative effects become more pronounced with decreasing salt concentration and
valence of the adsorbed ions [Shainberg and Levy, 1992}. In addition, Suarez et al. [ 1984]
determined that elevated levels of pH aso had an adverse effect on the saturated hydraulic
conductivity in experiments in which the pH effects were compared at the same exchangeable Na
and salinity levels.

The effect of solution chemistry on the hydraulic conductivity is implemented in
UNSCHEM as follows

K(h,pH,SAR,C)) = r(pH,SAR,C,) K(h) (2.29)

where SAR is the sodium adsorption ratio, C, is the total salt concentration of the ambient
solution in mmol £, and r is a scaling factor which represents the effect of the solution
composition on the final hydraulic conductivity [-], and which isrelated to pH, SAR and sdlinity.
The hydraulic conductivity without the scaling factor r can be assumed to be the optimal value
under favorable chemical conditions with optimal pH, SAR and salinity. Although the magnitude
of these effects appears to be soil specific this process is too important to ignore. We include
reduction functions calculated for some illitic soils of California based on the experimental work

of McNeal[1968] and Suarez et al. [ 198 1]. We divided the overall scaling factor r into two parts

r(pH,SAR,C,) =7 (SAR,C,) r,(pH) (2.26)

where the first part, r,[-], reflects the effect of the exchangeable sodium percentage and dilution
of the solution on hydraulic conductivity, while the second part, r,[-], represents the effect of
the soil solution pH. The first term is based on a simple clay-swelling model, which treats
mixed-ions clays as simple mixture of homoionic sodium and calcium clay. The clay swelling
is then related to decreases in soil hydraulic conductivity [McNeal,1974]. The r, term was
defined by McNeal[1968] as

(2.27)




where ¢ and n are empirical parameters, and x is a swelling factor. The interlayer swelling of

soil montmorillonite, x, is defined in the following way
X=f,.3.6:10 ESP* d* (2.28)

where f,

mont

isaweight fraction of montmorillonite in the soil, d" is adjusted interlayer spacing [L]
and ESP” is adjusted exchangeable sodium percentage. For most soils, we can use the assumption
that foom = 0.1 [McNeal,1968]. Adjusted exchangeable sodium percentage is calculated as

ESP* =max[O,ESP - (1.24 +11.63 logC, )] (2.29)

where C, is total salt concentration of the ambient solution in mmol ¢ and ESP is defined as

ESP - N2 100 (2.30)
CEC

where CEC is a soil cation exchange capacity (mmolkg™") and Na is exchangeable sodium
concentration (mmol kg™). The adjusted interlayer spacing, d’, is given as follows

d* =0 for C,> 300 mmol_ ¢’
(231)

d*=356.4C," +1.2 for C,< 300 mmol_¢"'

McNeal [ 1968] reported that the values of the empirical factor » in equation (2.27) depend

primarily on the soil ESP and that as a first approximation acceptable n values are

n=|I for ESP <25
n=2 for 25<ESP<50 (2.32)
n=3 for ESP> 50

Only the values of empirical factor ¢ vary from one soil to the next. In UNSCHEM we use
values reported by McNeal [1968]

c=35 for ESP <25
c=932 for 25<ESP<50 (2.33)
¢ = 25000 for ESP> 50
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The reduction factor, r,, for the effect of pH on hydraulic conductivity was calculated
from the experimental data of Suarez et al. [1984] after first correcting for the adverse effects

of low salinity and high exchangeable sodium using the r, values.

r,=1 for pH< 6.83
r,=3.46 -0.36pH for 6.83 <pH<9.3 (2.34)
2

r,=0.1 for pH> 9.3

Note, that although the models for the reduction of the soil hydraulic conductivity due to
effects of solution composition were derived from the data on the saturated hydraulic
conductivity, we use the same reduction factors for the entire range of the pressure heads. The
assumption that the r values for saturated conditions can be applied to the entire range of pressure
heads has not yet been adequately evaluated.

2.4. Initial and Boundary Conditions

The initial condition for the soil water pressure head is given by

—
9]
(V8]

h(z,t)=h(z) 1=t 5)

0

where £, [L] is a prescribed function of z, and ¢, is the time at the start of the simulation.
One of the following boundary conditions must be specified at the soil surface (z=L) or

at the bottom of the soil profile (z=0):

h(z,t) =h,(1) a z=0 or z=L
-K 6h+ = t a z=0orz=1L
(_é? cosa) =q (1) = = (2.36)
ﬂ:o a z=o
oz

where i, [L] and ¢,,[L.T"'] are the prescribed pressure head and soil water flux at the boundary,

respectively.
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In addition to the system-independent boundary conditions given by (2.36), we consider
two system-dependent boundary conditions which cannot be defined a priori. One of these
boundary conditions involves the soil-air interface which is exposed to atmospheric conditions.
The potential fluid flux across this interface is controlled exclusively by external conditions.
However, the actua flux depends also on the prevailing (transient) soil moisture conditions
(among other factors). The soil surface boundary condition may change from prescribed flux to
prescribed head type condition (and vice-versa). The numerical solution of (2.1) is obtained by

limiting the absolute value of the flux by the following two conditions [Neuman et al., 1974]:

| —K(_gé +cosa) |[< E, at z=1 (2.37)
4

and

h,<h<h, a z=L (2.38)

where E,, is the maximum potentia rate of infiltration or evaporation under the current
atmospheric conditions [LT'], h is the pressure head at the soil surface, and 4, and A, are,
respectively, minimum and maximum pressure heads allowed under the prevailing soil conditions
[L]. The value.for h,., is determined from the equilibrium conditions between soil water and
atmospheric water vapor, whereas 4 is usualy set equal to zero and, if positive, it represents a
small layer of water ponded at the soil surface. which can form during heavy rains before
initiation of runoff. UNSCHEM assumes when using this boundary condition that any excess
water on the soil surface above the value 4, is immediately removed. When one of the end
points of (2.37) is reached, a prescribed head boundary condition will be used to calculate the
actual surface flux. Methods of calculating £, and /1, on the basis of atmospheric data have been
discussed by Feddes et al. [ 1974].

Another option in UNSCHEM is to permit water to build up on the surface. If surface

ponding is expected to develop, a “surface reservoir” boundary condition of the type [Mls.1982]

~K(_gﬁ +cosq) =(]W0(t)—% a z=L (2.39)
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may be applied. The flux ¢,, in this equation is the net infiltration rate, i.e., the difference
between precipitation and evaporation. Equation (2.39) shows that the height /(L,¢) of the surface
water layer increases due to precipitation, and reduces because of infiltration and evaporation.

A third type of system-dependent boundary condition considered in UNSCHEM which
can be applied at the bottom of the soil profile is a seepage face through which water leaves the
saturated part of the flow domain. This type of boundary condition assumes that a zero-flux
boundary condition applies as long as the local pressure head at the bottom of the soil profile (z
= 0) is negative. However, a zero pressure head will be used as soon as the bottom of the profile
becomes saturated. This type of boundary condition often applies to finite lysimeters which are
allowed to drain under gravity.

Another system-dependent lower boundary condition may be imposed in cases where a
functional relationship between the position of the water table and drainage from the soil profile
can be established. One possible relationship of this type is discussed in Section 10.3.

2.5. Plant Yield Mode!

Calculation of plant yield is based on the assumption that crop production is directly
related to actual-evapotranspiration, ET, [L], or evapotranspiration deficit, ET,, [L] [Hanks and
Hill, 1980]. This concept was introduced by Stewart and co-workers [Stewart and Hagan, 1973,

Stewart et al., 1974; Stewart et al., 1975] whose basic equation for dry matter production is

Y ET
—=1-BET, =1-06(1-_"% 2.40
7 BET,, By( ET|,) (2.40)

where Y is actual dry matter yield [M], Y,, is maximum dry matter yield for the conditions when
ET=ET,[M], ET, is actua evapotranspiration [L], ET,, is potential seasonal evapotranspiration
[L], and B, is the Slope of the relative yield (17Y,,) versus the ET,, relation [-]. Stewart et al.
[ 1977] have shown that the value of 3, is relatively constant and varies only from about 1. to1.3.
In our model the default value of g3, is 1.0.
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3. MULTICOMPONENT SOLUTE TRANSPORT
3.1. Governing Solute Transport Equations

The partial differential equation governing one-dimensional advective-dispersive chemical

transport under transient water flow conditions in partially saturated porous medium is taken as

60 Ck ag/{ k k
wCi N k Creg p2TF 4 k=1,2,....N 3.1
a " a ‘3 [ 5z ) ‘

where ¢, is the total dissolved concentration of the aqueous species k [ML™], ¢, is the total
surface species concentration of the agueous component k [MM-‘], &, is the total solid phase
concentration of aqueous component k [MM-‘], p is the bulk density of the medium [ML"], D
is the dispersion coefficient [L*T™'], q,, is the volumetric flux [LT"'] and N, is the number of
primary aqueous species. The second and third terms on the left side of eq. (3.1) are zero for
species that do not undergo ion exchange or precipitation/dissolution. The volumetric flux g, is
calculated with Darcy’s Law

=—K(_a.}l +Ccosa) (3.2)
Oz

w

3.2. Effective Dispersion Coefficient

The effective dispersion coefficient, D, in(3.1) is given by

0,0=D,1q,|+0,D,7 (3-3)

w m W

where D,,, is the ionic or molecular diffusion coefficient in free water [L*T™"], 7, is a tortuosity
factor in the dissolved phase [-],|¢,,| is the absolute value of the Darcian fluid flux density [L

T'], and D,, is the longitudinal dispersivity [L]. The dispersion coefficient represents the
combined effect of molecular diffusion and mechanical dispersion.

The tortuosity factor is evaluated in UNSCIIEM as a function of the water content using
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the relationship of Millington and Quirk [1961]:

7/3
- ow

T (3.4)

3.3. Initial and Boundary Conditions

The solution of (3.1) requires knowledge of the initia concentration within the flow

region, i.e.,
c(z,0)=c(z) t=0 (3.5
where ¢, is a prescribed function of z [ML"]. The index k is dropped to simplify the notation.
Two types of boundary conditions (Dirichlet and Cauchy type conditions) can be specified

on both the upper and lower soil profile boundaries. First-type (or Dirichlet type) boundary

conditions prescribe the concentration:
C(Z,t):CO(Z,t) at Z:O or Z=L (36)

whereas third-type (Cauchy type) boundary conditions may be used to prescribe the concentration

flux as follows;

—GWD% +q,c=q,¢, at z=0 or z=L (3.7)
z

in which ¢, is the concentration of the fluid [ML™]. In some cases, for example when a boundary
is impermeable (¢,=0) or when water flow is directed out of the region, (3.7) reduces to a
second-type (Neumann type) boundary condition of the form:

dc

=0 at z=0 3.8
- (3.8)
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4. HEAT TRANSPORT

4.1. Governing Heat Transport Equations

Neglecting the effect of water vapor diffusion on transport, one-dimensional heat transport

can be described by a convective-dispersive equation in a conservative form as

oC (0 )T oq. T
oC 0T - OS2 ¢ T _cgT 4.1
ot 0z Y 0z Y 0z v
or in a more often used advective form [Sophocleous, 1979]:
oT o oT oT
CO)—=-[N6)="1-Cq == (4.2)
A0 ot az[ (6.) az] v oz

where N\(6,) is the coefficient of the apparent thermal conductivity of the soil [WL'K™'] and
C,(8,) and C,, are the volumetric heat capacities [JL”K"'] of the porous medium and the liquid
phase, respectively. Volumetric heat capacity is defined as the product of the bulk density and
gravimetric heat capacity. The first term on the right-hand side of (4.1) represents the heat flow
due to conduction, the second term the heat transported by the flowing water and the third term
the energy uptake by plant roots associated with root water uptake. The equation (4.2) is derived
from (4.1) by substituting the continuity equation which describes isotherma Darcian flow of

water in a variably saturated porous medium

o0 0
wo_ qw _S (43)
ot 0z

We do not consider the transfer of latent heat by vapor movement. The volumetric heat capacity
can be expressed as [de Vries, 1963]
(4.4)
Cl’(ew) = Cnen + Coou + Cwow + Cueaz ( 192 011 * 251 0(: * 418 ew) 106 (Jm h OC ‘l)

where @ is the volumetric fraction [L’L~] and subscripts #, 0, «,w represent mineral solid phase,

organic matter (solid phase), gas phase and liquid phasc, respectively.
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4.2. Apparent Thermal Conductivity Coefficient

The coefficient of the apparent thermal conductivity A(f,) combines the thermal
conductivity A\(@,) of the porous medium (solid plus water) in the absence of flow and the

macrodispersivity, which is a linear function of the velocity [de Marsily,1986]

NO,) =N0) +B8,C, g, (4.5)

where 3, is thermal dispersivity [L]. The volumetric heat capacity of the liquid phase is included
in the definition of the thermal conductivity in order to have the dimensions of the thermal
dispersivity in units of length. Thermal conductivity is described by Chung and Horton [1987]
with the equation

N(O,)=b +b6 +b0)° (4.6)

where b,, b,, and b, are empirica parameters [WL'K™].
4.3. Initial and Boundary Conditions

The solution of (4.1) requires knowledge of the initial temperature within the flow region,

T(z,0) = T(z) 1=0 (4.7)

where T} is a prescribed function of z.
Two types of boundary conditions (Dirichlet and Cauchy type conditions) can be specified
at the boundary. First-type (or Dirichlet type) boundary conditions prescribe the temperature:

T(zt)=T(f) at z=0 or z=1 (4.8)

whereas third-type (Cauchy type) boundary conditions may be used to prescribe the heat flux

as follows:
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oT _— . L
- )\E +7C q,=T,C q, at z=0 or z=1L (4.9)
in which 7, is either the temperature of the incoming fluid or the temperature at the boundary.
In some cases, for example for an impermeable boundary (¢,=0) or when water flow is directed
out of the region, (4.9) reduces to a second-type (Neumann type) boundary condition of the form:

oT _

=0 at z=0 (4.10)
0z

The atmospheric boundary condition for soil temperature is determined by a sine function
as follows [Kirkham and Powers, 1972]:

T0=T+Asin(_2ﬂ—%) (4.11)

p,
where p, is a period of time [T] necessary to complete one cycle of the sine wave (taken to be
1 day), T is the average temperature at the soil surface [K] during the period p,. and A is the
amplitude of the sine wave [K]. The second part of the sine term is included to alow for a

maximum in the daily temperature at 1 p.m.
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5. CARBON DIOXIDE TRANSPORT AND PRODUCTION

5.1. Governing CO, Transport Equations

Gas transport in the unsaturated zone is a complex physical process that includes three
general transport mechanisms [ Massmann and Farrier,1992]: Knudsen diffusion, multicomponent
molecular diffusion and viscous flow. Thorstenson and Pollock [1989] presented the equations
that describe these transport mechanisms in a multicomponent gas mixture, as well as the Stefan-
Maxwell approximation of these equations, where Knudsen diffusion and viscous flow are
neglected. The origina equations, as well as the Stefan-Maxwell approximation, are fully
coupled and generally highly nonlinear. However, Massmann and Furrier [ 1992] showed that
gas fluxes in the unsaturated zone can be simulated using the single-component transport equation
if the gas permeability of the porous media is greater than about 107'°cm?.  For these conditions
the effects of Knudsen diffusion can be neglected. They aso showed that overestimation of the
gas fluxes using the single component advection diffusion equation becomes quite large for
permeabilities of the order of 102 to 10" cm?. Since permeabilities smaller than 1 0-*> cm? occur
only for very fine grained materials or for soils close to saturation, use of the transport equation
based on Fick’s law to represent diffusive flux seems to be justified and adequate. Also, Freijer
and Leffelaar [ 1996] showed that CO, concentrations and fluxes can be described by Fick’s law
to within 5% accuracy. A detailed development of the carbon dioxide transport model and
justification of assumptions were given in Simiinek and Suarez[1993].

We assume that the CO, transport in the unsaturated zone can occur in both the liquid and
gas phases. Furthermore, we consider that the CO, concentration in the soil is governed by two
transport mechanisms [Patwardhan et al., 1988], convective transport and diffusive transport in
both gas and aqueous phases, and by CO, production and/or removal. Thus one-dimensional CO,

transport is described by the following mass balance equation:

dc, 0

- J o+
ot azz( da

«Iw

* ']('u * ']¢ w) B S'Cw * P (51)

where .J,, describes the CO, flux caused by diffusion in the gas phase [LT']. ./, the CO, flux

da
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caused by dispersion in the dissolved phase [LT'],J,, the CO, flux caused by convection in the

> ca

gas phase [LT™'], and J,,, the CO, flux caused by convection in the dissolved phase [LT']. The
term c, is the total volumetric concentration of CO, [L’L~] and P is the CO, production/sink term
[L’L>T']. The term Sc,,, represents the dissolved CO, removed from the soil by root water
uptake. This assumes that when plants take up water the dissolved CO, is aso removed from the

soil-water system. The individual terms in (5.1) can be defined [Patwardhan et al.,1988] as

dc,
da = aDu_
oz
J 6 D o,
dw = w WE (52)
qu =" qucu
ch = _qwcw

where ¢, and c,, are the volumetric concentrations of CO, in the dissolved phase and gas phase
[L’L"~], respectively, D, is the effective soil matrix diffusion coefficient of CO, in the gas phase
[L’T"], D, isthe effective soil matrix dispersion coefficient of CO, in the dissolved phase [L*T™'],
g, is the soil air flux [LT™"),q,, is the soil water flux [LT']and 6, is the volumetric air content
[L°L7).

The total CO, concentration, c¢,[L’L”], is defined as the sum of CO, in the gas and

dissolved phases

c,=cf +c 0 (5.3)

7 a’u woow
. After substituting (5.2) and (5.3) into (5.1) we obtain

o(c @ +c 0 oc dc
( a’u w w) _ a 0 D“ a + a owa W a (1 c - 5 (1 ¢ = SC ot P (54)
ot oz ¢ “ 0z Oz oz oz ‘Y gz " !

The total aqueous phase CO,,c,, is defined as the sum of CO,(aq) and H,CO,, and is
related to the CO, concentration in the gas phase by [Stumm and Morgan,1981]
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cw= KCO, R Tcu (55)

where K, is the Henry’s Law constant [MT*M'L?], R is the universal gas constant (8.314 kg
m’s?K'mol") [ML*T?K'M"'] and T is the absolute temperature [K]. The value of K., asa
function of temperature is taken from Harned and Davis [1943]. We do not consider the
interaction of dissolved CO, with the solid phase at this time. The quantity of CO, added or
removed by mineral dissolution/precipitation reactions is relatively small compared to the
production and flux values in rootzone environment. This assumption will not be suitable for
saturated water flow or at large depths.
Substituting equation (5.5) into (5.4) gives
oRc, o _ oc

; 0
=_ D _*-__qgc¢c -S*c +P 5.6
Ot oz " oz aquL “ “ (56)

where R, isthe CO, retardation factor [-], D, is the effective dispersion coefficient for the CO,
in the soil matrix [L°T™'], ¢, is the effective velocity of CO, [LT'],S" is the CO, uptake rate [T™']
associated with root water uptake and 6, is the volumetric air content [L°’L~]. These parameters
are defined as

R =6,+K.,RTO,
le = 011Da + KCO,R Te wa
ql;' = qu + KCOZR qu (57)
9(1 :p - 0"’
S*=8SK.,RT
Equation (5.6) is a nonlinear partial differential equation where, except for ¢, and ¢, all
parameters are either known or are obtained from solution of the water flow equation. The
nonlinearity of (5.6) is caused by the term P which is dependent on CO, concentration, C,. Since
we do not consider coupled water and air movement, the flux of air, cl,,, is unknown and thus it

is necessary to make some additional assumptions. One possibility is to assume that the

advection of CO, in response to the total pressure gradient is not important compared to CO,
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diffusion, and therefore to assume a stagnant gas phase and consider only diffusion transport with
the gas phase (¢,=0). Another possibility is to consider that because of the much lower viscosity
of air in comparison to water, significant gas flow can be caused by a relatively small pressure
gradient. Thus, only rarely will the gas phase not be at atmospheric pressure throughout the
unsaturated zone. Therefore, under most conditions, the compressibility of the air can be
neglected. Then, with the assumption that the air flux is zero at the lower soil boundary and that
the water volume changes in the soil profile caused by the water flow must be immediately
matched by the corresponding changes in the gas volume, we obtain the following equation
[Simiinek and Suarez, 1993]:

g.(2)=¢,(0) -q(z)+ j S(z)dz (5.8)

1in,

This latter assumption seems to be reasonable, since when water leaves the soil system due to
evaporation and root water uptake, air enters the soil at the surface and, vice versa, when water
enters the soil during precipitation and irrigation events, soil air is escaping. Only in the case of
saturation (typicaly at the soil surface) does the condition arise that air can not escape and is

compressed under the wetting front.
5.2. Effective Dispersion Coefficient

We define the dispersion coefficients, D,,, and the diffusion coefficient, D, as

73

0. ,
D 4 = DW\'TW + kW | -—q—_‘: = D\l'\‘ + xW | _(é-‘- (5'9)
W 8 9 . ! 2 0 ,
0 7i3
Du = u.\'Tu = Du.\' “7
p 2

where D,,, and D,, are the diffusion coefficients{L"T"'] of CO, in the gas and dissolved phase,

Wy

respectively, 7, and 7,, are the tortuosity factors [LL"'] in both phases, respectively. p is porosity
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[L’L~] assumed to be equal to the saturated water content 6, and \,, is the dispersivity in the
water phase [L]. The tortuosity factors 7, and 7,, include not only the tortuosity of the flow paths
but also the amount of air and liquid space available for diffusion, respectively. The tortuosity
factors in both phases are defined in a manner similar to that used by Millington and Quirk
[1961]. The first term in (5.9) represents the diffusion component and the second term the
hydrodynamic component of the dispersion coefficient. We did not consider the mechanical
dispersion in the gas phase since diffusion is the dominant process of CO, transport in this phase
unless the air velocity is very high. The diffusion coefficients D, and D, as functions of
temperature, are taken from Glinski and Stepniewski [1985].

The existing non-empirical models for CO, transport are mostly based on the assumption
that the principal transport mechanism for CO, is molecular diffusion [van Bavel, 19.5 1; de Jong
and Schappert, 1972; Solomon and Cerling, 1987] and do not consider other transport
mechanisms nor the influence of water and air flow. Suarez and Simiinek[1993] have shown that
water flow can have a significant effect on the soil CO, concentration profiles by redistributing
CO, in the direction of flow. Thus downward flow of a water containing high concentrations of
dissolved CO, increases the CO, concentrations of the gas phase in the lower horizons and
upward flow of a water depleted of CO, decreases the concentration of CO, in the lower
horizons. Diffusion in the liquid phase is usually neglected because the diffusion coefficient of
CO, in the gas phase, D,,, is about ten thousand times higher than the diffusion coefficient in the
liquid phase, D,,. Therefore the diffusion in the gas phase is dominant within almost the entire
range of water contents observed under natural conditions. However, it can be shown that near
saturation, due to the combined effect of tortuosity in both phases, the contribution of liquid
phase diffusion to the effective diffusion coefficient in the soil matrix, D,., is higher than the
contribution by gas phase diffusion. Both contributions are equal when the volumetric air

content, 6, is about 6% of the total porosity, as can be calculated from the following expression

>

derived from (5.7), (5.9) and (5.10) for stagnant soil water [Simiinek and Suarez,1993]

-1
3/10

(5.11)
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A similar expression can be derived for the minimum value of the effective diffusion coefficient.
D, only the exponent 3/10 must be replaced by 3/7. This minimum is reached when only about
2% of the total porosity is occupied by air. At this point the effective diffusion coefficient. D,
is about five orders of magnitude smaller than the maximum possible effective diffusion

coefficient for completely dry soil.

5.3. Initial and Boundary Conditions

The initial condition for the CO, concentration in the gas phase is given by

c(zt)=c,(z) t=0 (5.12)

where c,(z) is a prescribed function of z [L°L].

ai

The first-type or the third-type boundary conditions may be specified at the surface (or
at the bottom) of the soil profile

¢ (z,1) =c (1) at z=0 or z=1 (5.13)
oc c
—Dh._._.a Lt qg.c, = 4y, a z=0 or z=1 (5.14)
z

where q,, is a prescribed CO, effective total flux [LT'] and ¢, is the concentration [L°L7]
associated with this flux or prescribed at the boundary.

At the soil surface, ¢, represents the equilibrium concentration of CO, in the atmosphere
(0.035%). In this case the first-type boundary condition (5.13) allows the maximum CO, flux
into the atmosphere. It is difficult to apply the third-type boundary condition (5.14), since the
parameter ¢, includes both the soil air and soil water fluxes, which are not known a priori and
are obtained from solution of the water flow equation. Another option is to neglect the
convective fluxes and to assume that there is a stagnant boundary layer of thickness d [L] at the
soil surface through which the transport of a gas occurs by vapor diffusion only [Jury et al.,
1983,1990; Sleep and Sykes. 1989], which leads to the following equation
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a as

Dy—=+qpc,=~—(c at z=1L (5.15)

—c )
1y aim

where c,, is the concentration in the soil gas at the soil surface [L’L”] and ¢, is the
concentration at the top of the stagnant boundary layer [L’L7]. Jury et al. [1983] referred to
D, /d asthe boundary transfer coefficient [LT '] and discussed ways of estimating this coefficient.

At the bottom of the soil profile either a continuous concentration profile is assumed
_“(z,1) =0 at z=0 (5.16)
oz

or the third-type boundary condition (5.14) may be used, in which case the convective fluxes ¢,
and g, are equal to zero as discussed above. Boundary condition (5.16) implies that the
dispersive flux is equal to zero and that the flux through the boundary is only due to convection.
A discussion of the applicability of different types of boundary conditions is given by. among
others, Baehr [ 1987] and Patwardhan et al. [ 1988].

5.4. Production of Carbon Dioxide

The mechanism of production/consumption of CO, is a complex process that includes not
only biological processes, such as the production of CO, by soil microbes and plant roots. but
also chemical reactions with mineral and organic components, respiration of soil microfauna, etc.
Since processes other than the biological ones are gencrally of relatively minor importance for
CO, production in the soil, we do not include them into our present production submodel. The
production of CO, is influenced by many environmenta factors, the most important ones being
water content and temperature. The changes in CO, concentration and corresponding changes
in oxygen concentration in the soil atmosphere may affect the CO, production rate. Other
important factors affecting the CO, production are, for example, soil depth, salinity, nutrient
status of the soil, and agricultura practices, such as plowing or application of fertilizers. €tc.
Overviews of the rather large literature on the processes influencing CO, production are provided
by Singh and Gupta[ 1977] and Glinski and Stepniewski [ 1985].
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We assume that the individual CO, production processes are additive (5.17) and that it is
possible to superpose individual mechanisms which reduce production from the optimal value
(5.18) [Simiinek and Suarez,1993]. The production of CO, is then considered as the sum of the
production by the soil microorganisms, v,[L’L~T"'], and the production by plant roots, v, [L’
L T

S =y.0v, (5.17)
Y, =% 11, Y =% 117, (5.18)
11/ =A2) f(h) AT) fle,) fih,) f(1) (5.19)

where the subscript s refers to soil microorganisms and the subscript p refers to plant roots, f(z)
is the reduction coefficient dependent on depth [L™'], A7) is the reduction coefficient dependent
on temperature [-}, f{h) on the pressure head (the soil water content) [-], flc,) on the CO,
concentration [-], f{A,) on the osmotic head [-],and f{r) on time [-]. The parameters vy, and v,
represent the optimal CO, production by the soil microorganisms or plant roots for the entire soil
profile a 20°C under optimal water, solute and CO, concentration conditions [L*L~T"],
respectively [Simiinek and Suarez,1993). An expression similar to (5.19) was used by Hansen
and Aslyng [ 1984] to represent nitrogen mineralization. The definition of particular reduction
coefficients was given by Simiinek and Suarez [ 1993].

The CO, production decreases sharply with depth as a result of a decrease in root mass
and readily decomposable organic matter. Glinski and Stepniewski [ 1985] stated that over 90%
of soil respiration activity is concentrated in the humus horizon of the soil. There are many
possible expressions to relate the dependence of the production term f(z) on soil depth. One
example is an expression similar to the normalized distribution function G(z) given by van
Genuchten [ 1987] for the root water uptake. Another possibility is to use, again, the exponential
distribution with depth [Runts, 1974]
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f(z)=ae D (5.20)

where a is an empirical constant [L™']. The exponential function is multiplied by a constant a in
order to insure that the integral from the soil surface to infinite depth of the function f,(z) is equal
to unity. However, since the depth of the soil profile or the root depth is finite, the distribution
function f,(z) must always be normalized. We assume that at any time ¢ the dependence of the
CO, production by plant roots corresponds to the distribution function B(z) used for the water
uptake by plant roots (see Section 2.2).

The dependence of CO, production on water content was studied by many researchers
[Miller and Johnson, 1964; Ekpete and Cornfield, 1965; Rixon, 1968; Williams et al., 1972;
Bridge and Rixon, 1976; among others]. With respect to the water requirement of microbes,
there is a reduction in the respiration rate at low as well as at high water contents. Low
accessibility of soil water causes a reduction in CO, production at high pressure heads [Ekpete
and Cornfield, 1965; Wilson and Griffin, 1975]. The observed reduction of the respiration rate
at low pressure heads is explained by the unavailability of oxygen because of the high water
content and, therefore, its low diffusion rate through the soil. On the basis of the foregoing
discussion and in view of the experimental data of Williams et al. [ 1972] and Rixon [1968], the
CO, reduction coefficient f(h) as a function of the soil water content for soil microorganisms is
expressed as

f.(h)=1 he(h,, +o)

_ log|h|-log|h,]|
log| A, | - log| A,

f.(h) he (hy,h,) (5.21)

f(h)=0 he(-o,h,)

where h, is the pressure head when CO, production is optimal [L] and 4, is the pressure head
when production ceases [L]. Note that the pressure head reduction function is assumed to be one
close to saturation for water pressure heads higher than h, [L]. Rather than treat the oxygen
stress with a pressure head relation it seems preferable to consider a scparate response function

fle,). The dependence of the reduction term /,(/) on soil pressure head is represented by
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expressions similar to the reduction function a,,(h) described by (2.3).
The influence of temperature on chemical processesis described by the Arrhenius equation
[Stumm and Morgan, 198 1]

Ing = - £ a (5.22)
RT

where T is absolute temperature [K], E the activation energy of the reaction [ML*T*M"}and ¢
is the reaction rate constant. In our application ¢ represents the rate of CO, production. This
equation together with the Van't Hoff equation was successfully used by many authors to
represent the influence of temperature on soil and root CO, production [Carey and Berry, 1978;
Howard and Howard, 1979; Ross and Cairns, 1978]. Assuming that f{7)=1 for the temperature
7,=293. 15 K (20°C), then the temperature reduction coefficient can be expressed as

) E(T-7Q) (5.23)
AT exp[ RTT

The use of the term “reduction” coefficient with f{7) may seem inappropriate since this coefficient
is greater than 1 for temperatures above 20°C. We use the term to characterize the change in
production with-temperature, with values greater than 1 above 20 °C and less than | below 20
“C.

The dependence of CO, production on its own concentration (actually 0, deficiency) can
be expressed with the Michaelis-Menton equation [Glinski and Stepniewski, 1985]

qmax
N 28

o,

q:

where K, is the Michaelis constant [L’L™], i.e., the oxygen concentration c,,, at which the
oxygen uptake is equal to 1/2g¢,,,, and where g is oxygen uptake rate and ¢,,,. is the maximum
oxygen uptake rate [L*L~T"']. Assuming that the respiratory quotient is equal to unity, then the
Michaelis constant for the CO, concentration. A,,=0.21-K,,and ¢, = 0.21 - ¢,,, then the

reduction coefficient is given by
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¢ 0.21 -¢
f(e)—=""2 = - (5.25)
Co, * Ky 042-c,-K,

The disadvantage of this expression is that if ¢,=0 the value for f{c,) is not equal to one.
Therefore, the values of the optimal production v,, and vy, must be adjusted accordingly.

The coefficient f(t) introduces a time dependence into the production term. This
coefficient should describe the diurnal and seasonal dynamics of soil and plant respiration. We
assume that the diurnal dynamics for both soil and plant respiration is sufficiently reflected by
the temperature dependent coefficient A7) and that the seasonal dynamics of soil production of
CO, is sufficiently described by other reduction coefficients. Therefore, we use this coefficient
only for the description of the changes in CO, production caused by the different growth stage
of plants. For example, we use the same approach for annual vegetation as we used for root
growth. The coefficient f{r) can be described in the same way as coefficient g(¢) when the GDD
concept is used (2.1 1), possibly with different constants.

Finally, the actual CO, production rate, P, [L°L>T"], is obtained by integrating the CO,
production throughout the whole soil profile as follows

) /
P, = [ Pdz =y, f(b) l L@LM D) fle) fi(h) dz +
(5.26)

L

r

Y0 J;(t)[ L@ LW LD fe) f(h,) dz

5.5. Parameter Selection for the Production Model

The following discussion on the selection of the values for optimal CO, production, as
well as coefficients for particular reduction functions was given in Suarez and Siniinek [1993].
The values of different reduction coefficients as suggested below, are used as default values in
the graphics-based user interface UNSATCH (see Part B).
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5.5.1. Optimum Production at 20 °C

For summer months, Lundegard [ 1927] calculated an average soil respiration of 0.005
m’m~day’ for oats and 0.0034 for cabbage. Montecith et al. [1964] reported CO, fluxes in
England of around 0.003 m’m™day™ for bare soil, and approximately 0.005 m’m~day for soils
with different crops and with a soil temperature in the 10 to 15 °C range. Buyanovsky et al.
[1986] reported the CO, flux from the surface of soil cultivated to wheat to be from about 0.0025
m’mday’ in April to maximum values in July of 0.0095, 0.007, and 0.006 m>mday' for three
years with wheat, with the maximum flux occurring at soil temperatures in excess of 20°C. Data
presented by de Jong and Schappert [ 1972] suggest that the average respiration in the summer
is about 0.013 m’m~day', however, temperature data were not reported. VValues greater than 0.0 1
m’m~day' are also possible under conditions where microbial decomposition and root respiration
occur in a high porosity litter layer on the surface, such as in tropical soils without biomass
harvesting. We assume that the optimal production for the whole soil profile at 20°C, y¢=7y,6v 0,
isin the range from 0.006 to 0.009 m’m™day™, thus, the variation in CO, concentration as a result
of this parameter is much less than a factor of 2 for any depth, as shown in Suarez and Simiinek
[1993]. Optimal production for any given ecosystem may be even less variable if we consider
other factors such as soil nutrient status and plant type. We assume that under optimal conditions
root respiration is responsible for 40 % of the total soil respiration. This value is consistent with
Holt et al. [ 1990], who measured a value of 39%, and Kucera and Kirkham[1971], who
estimated a value of 37% from their data. In our simulations we chose an intermediate value of
0.007 m’m™day* for the optimal production, where v,;=0.0042 m’mday™' and v,,=0.0028 m’m’
‘day-’ (see Section 11).

5.5.2. Production Response to Temperature

The production coefficient response to temperature is based on the Arrhenius equation
(5.23). Carey and Berry [1978] reported a constant activation energy of 49.4 kJmol for the
respiration of corn roots between 10 and 35 °C (116 kJmol™' between 5 and 10 °C) and 53.6 kJ

mol™' for barley roots for temperatures between 5 and 35 °C. From these data we consider that
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the activation energy for root respiration can be well characterized by the value of 50 kJmol™.

A fairly wide range in activation values has been reported for soil microbial respiration.
The coefficient Q,, has often been used to represent the relative increase in respiration intensity
per 10 °C increase in temperature. A majority of the respiration studies report Q,, values between
1.5 and 3.0 although Anderson [ 1973], for example, reported Q,, values greater than 3 for aforest
soil.  We consider that measured values are often affected by limiting factors other than
temperature. Witkamp [ 1969] calculated a value of 2.5 in the temperature range of 10 to 20 °C
for leaf litter bags, in the lesf litter layer the Q,, value was dlightly greater than 3.0, whereas for
the whole soil the value was 1.5. In a study of tree and shrub leaf litter decomposition, Howard
and Howard [1979] calculated mean Q,, values ranging from 2.29 to 2.56 for various species.
From the data of Ross and Cairns [ 1978] we calculated a mean Q,, value of 2.3 1, based on
laboratory measurements from 9 grassland soils. They report that the Q,, value decreased with
increasing temperature, which is consistent with the use of the Arrhenius concept.

One of the few data sets where the water content was reported is that of Kucera and
Kirkham[1971] who reported CO, flux data as a function of temperature for different water
contents. Eliminating data where saturation or water deficiency existed at the soil surface, we
calculate a Q,, value of 2.5. For a mesophytic forest stand dominated by poplar, Edwards and
Sollins [ 1973] reported soil water content, temperature and CO, evolution. In the temperature
range of 10 to 20 °C, we calculated a Q,, value of 1.8 for data at a relatively constant water
content. Based on all measurements where water content was reported to be roughly constant,
we selected a Q,, value of 2.1, which corresponds to an activation energy of 55.5 kJ mol! for

the temperature interval of 20-30 “C.

5.5.3. Production Response to Oxygen Concentration

The production response to the CO, concentration is based on the Michaelis-Menton
equation (5.25). Soil respiration rates decrease to half of thcir maximum value when the O,
concentration decreases below 0.02 m’m™ in the soil air | Glinski and Stepniewski, 1985]. Since
we assume that the sum of the CO, and O, concentrations is constant and equal to 21% of the

soil atmosphere, we use a CO, Michaelis' constant for soil respiration, K*,, cqual to 0.19 m’m™.
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The critical oxygen concentration, below which respiration is reduced, is much higher for plant
roots than for microorganisms. Luxmoore et al. [ 1970] reported the O, Michaelis constant for
excised maize roots to be within 0.07 to 0.12 m’m?, but Armstrong and Gaynard [1976]
considered that for intact roots this constant can be much lower. In view of this consideration
we selected a value at the lower end of the interval reported by Luxmoore et al. [1970], giving
a calculated CO, Michaelis constant for plant respiration of K*,~=0.14 m’m”.

5.5.4. Production Response to Water Stress

We assume that the depth and water content reduction of CO, production by plant roots
is the same as the corresponding reduction of potential transpiration.

The soil CO, production response function to water stress is represented by (5.21). On
the basis of the experimental data presented by Williams et al. [1972], we selected the pressure
head /,=- 1 .O m for the optimal soil respiration and the pressure head #,, when production ceases,

is assigned the value -10° m.
5.5.5. Production Response to Salinity Stress

The production response function to salinity stress for both the soil and root CO,
production is described using the S-shaped function (2.3) of van Genuchten [1987]. The A,

values for specific crops can be obtained from the compilation of Mass|[1990], by calculating the
osmotic pressure at 50% relative yield.
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6. CARBONATE CHEMISTRY

When using the ion-association model (and Debye-Hiickel activity coefficient calculations)
we assume that the chemical system for predicting major ion solute chemistry of the unsaturated
zone includes 37 chemical species. We divided these species into six groups as listed in Table
6.1. Seven primary dissolved species (calcium, magnesium, sodium, potassium, sulfate, chloride,
and nitrate), 10 complex aqueous species, six possible solid phases (calcite, gypsum,
nesguehonite, hydromagnesite, sepiolite and dolomite), four surface species, seven species which
form the CO,-H,O system, and three silica species are considered. The species from the last two
groups could be generally included in other groups (i.e., CO,”,H,SiO,”, and H" could be
included in the first group). Their consideration into separate groups is mainly due to the
different treatment compared to that of the other species. For example, complex species of these
groups are considered also at high ionic strength when using the Pitzer equations to calculate
activity coefficients while the species of the second group are in that case dropped from the

system, as discussed later. One of the solid phases (dolomite) is not included into the equilibrium

Table 6.1. Chemical species considered by the model.

I | Aqueous components 7 | Ca®, Mg, Na, K',S0,%, CI', NO;

2 | Complexed species 10 | CaCOy°, CaHCO,", CaSO,°, MgCO,°, MgHCO,",
MgS0,°, NaCO,, NaHCO,°, NaSO,, KSO,

3 | Precipitated species 6 | CaCO,, CaSO, 2H,0, MgCO;- 3H,0,
Mg, (CO,),(OH)," 4H,0, Mg,51;0, 5(OH) - 3H,0,
CaMg(CO,),

4 | Sorbed species 4 | Ca,Mg, Na, K

5 | CO,-H,0 species 7 | Pegy, H,CO;', CO,'-, HCO,, ', OH-, H,0

6 | Silica species 3 |H,Si0,, H,Si0,, H,Si0,”
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system and its dissolution is always treated kinetically. Also, exclusion of calcite from the
equilibrium system is optional as its precipitation-dissolution can be treated as a kinetic process.
As aresult, we need either 36 or 3.5 independent equations to solve this system. In the following

sections we present this set of equations and in Section 9.1 we discuss the method of its solution.
6.1. Mass and Charge Balance Equations

Seven mass balance equations for the primary species in the first group and one for the

silica species in the six group of Table 6.1 are defined
Ca, = [Ca?"]+[CaSO,] + [CaCO,’] + [CaHCO,]
Mg, = [Mg?']+[MgSO,°] + [MgCO;°] + [MgHCO,']
Na, = [Na ‘] + [NaSO, ]+ [NaCO; ] + [NaHCO,"]
K, =[K 1+[KSO,] (6.1)
SO, = [SO, ] +[CaS0,’] + [MgSO,°] + [NaSO, ]+ [KSO,]
Cl,=[Cl ]

NO, =[NO/]

$i0, = [H,Si0,] + [H,Si0,] + [H,Si0, ]

where variables with subscript T represent the total analytical concentration in solution of that
particular species and where brackets refer to molalities (mol kg-'). Two mass balance equations

for the total analytical concentration of carbonate and bicarbonate are defined

CO, = [CO;] +[CaCO;’]+[MgCO;’]+[NaCO ]
(6.3)

HCO3T = [HCO; '] + [CaHCO;'] + [MgHCO;']+ [NaHCO,"]
which are used to calculate inorganic alkalinity, A/ (mol kg'):
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Alk = 2 CO, 7t HCO, o [OH "]-[H"] (6.4)

Most chemical and multicomponent transport models use the total inorganic carbon as a
conservative property [e.g., Westal et al., 1986; Liu and Narasimhan, 1989b; Yeh and Tripathi,
1991]. However, this approach can be used only for closed systems. In a soil environment with
fluctuating CO, concentrations this approach is inappropriate and use of alkalinity as a
conservative property is preferable.

In addition to the mass balance equations, the overall charge balance equation for the

solution is given as

2[Ca*] + 2 [Mg *]+[Na ]+ [K ]+ [CaHCO;]+ [MgHCO;] + [H ] - 2[CO; ] 6.5

-[HCO,]-2[SO,"]- [Cl ]-[NO;]~ [OH 7]-[NaCO;]-[NasSO,]-[KSO,] = 0

6.2. CO,-H,O System

The activities of the species present in solution at equilibrium are related by the mass-
action equations. The dissociation of water is written as follows
HO=H"+0H" K, = HHOH) (6.6)
(H,0)
where K, is the dissociation constant for water [-]. The parentheses denote ion activity, the

calculation of which will be discussed later.
The solubility of CO,(g) in water is described by Henry’'s Law

(H,CO5")

_ (6.7)
“27P . (H0)

H,CO," & CO,, + H,0

2(g)

where the activity of CO,, is expressed in terms of the partial pressure P, (a@m), K, is
Henry’s law constant and H,CO," represents both aqueous CO, and H,CO,.

Protolysis reactions of dissolved CO, are written as
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_(H ) (HCO,)
" (H,CON

H,CO;"2 H + + HCO; (6-8)

_ (COSHH
Y (HCO; )

HCO, 2H* + COJ (6.9)

where K,, and K, are the first and the second dissociation constants of carbonic acid [-],

respectively.
6.3. Complexation Reactions

Each complexation reaction for the species in the second group of Table 6.1 and for

silica species can be represented by the law of mass action:

(Ca*)(S0,) . (Ca)(CO7)  (Ca’)(HCOy)

= e X (6.10)
(CaSO,") (CaCO,% ’ (CaHCO;)
+ 2- y 1+ 2- 2+ -
g MEDEOD L MEDEOD) (Mg DHCO) gy,
(MgS0,") (MgCO;") (MgHCOy')
. 2- . 2- N -
g o (EIEOD N0 NaHBICO) g
(NaSO,) - (NaCO,) (NaHCO;")
BURIR (6.13)
(KSOy)
Ky - (H *)(H.}SiO‘{) K, - (GRS (H‘T_Si()[") (6.14)
(H,S10,) (H,S10,)
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where K; are the equilibrium constants of the ith complexed species [-].

6.4. Cation Exchange and Selectivity

Partition between the solid phase and the solution is described by the Gapon equation
[White and Zelazny, 1986]

—)J+ X+ ]/X
x-S ta) (6.15)

& ()"

where y and x are the valence of species i and j, respectively, and K is the Gapon selectivity
coefficient [-]. The adsorption concentration is expressed in (mol kg soil). It is assumed, that

the cation exchange capacity ¢, (mol kg soil) is constant and independent of pH.

¢, =%c (6.16)

In the case of exchange of four cations (Ca, 1\7Ig, Na and K) we obtain the following

system of equations.

C_',‘: _aZ++ _g2++N‘a++Iz; (617)

_ (Na”) (6.18)

N_a + (Ca 2+)1/2

2+

_Ca” (K
IZ+ (Caz*)lﬁ

15

6.5. Precipitation-Dissolution Reactions

We consider four solid phases in our model which if specified or approached from
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over-saturation must be in equilibrium with solution: gypsum, nesguehonite, hydromagnesite and
sepiolite. Precipitation-dissolution of calcite can be optionally treated with either the equilibrium
condition or by rate equations. In the latter case the equation corresponding to calcite equilibrium
presented in this section is omitted from the equilibrium system and the rate of calcite
precipitation-dissolution is calculated from the rate equation as described later. Dissolution of
dolomite, which will also be discussed later, is always considered as a kinetic process and never
included into an equilibrium system, since ordered dolomite almost never precipitates under earth
surface conditions. Discussion for the selection and consideration of these solids is given in
Suarez and Simzinek [1997]. The precipitation or dissolution of gypsum, calcite (if considered
in equilibrium system), nesquehonite, hydromagnesite and sepiolite in the presence of CO, can
be described by

CaSO,-2H,0 = Ca?* + SO’ + 2H,0 (6.19)

CaCO, + CO,(g) + H,0= Ca?" +2HCO, (6.20)
MgCO,3H,0 + CO,(g) = Ca?'+2HCO, +2H,0 (6.21)
Mg (CO,),(OH),-4H,0 + 6CO,(g) = 5 Mg '+ 10HCO, (6.22)

Mg,Si,0, (OH)3H,0 + 4.5H,0 + 4CO,(g) = 2Mg ** +3H,Si0, + 4HCO,  (6.23)

with the corresponding solubility products K, [-]

Ky =(Ca®) (SO ") (H,0) (6.24)
Ky =(Ca®)(CO;") (6.25)
Kg = (Mg ?")(CO;)(H,0)’ (6.26)
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Kgr = (Mg?")* (CO;)*(OH X(H,0)* (6.27)

¢ (Mg*")*(H,Si0,)’ (OH 7)*

Ky (6.28)
(H20)4.5

where indexes G, C,N, H, and S refer to gypsum, calcite, nesquehonite, hydromagnesite and
sepiolite, respectively.

Substituting of (6.6) through (6.9) into (6.25) through (6.28) we get the solubility products
for the carbonate solids expressed in terms of bicarbonate, which is almost always the major

carbonate ion under conditions (6<pH<10.5) for which this model is envisioned:

: Kcoz Kal P €0, (F1,0)

(Ca’)(HCO,)’ = Ky, = (6.29)
K K P.

(Mg2)(HCO, =Ky 2 1 (6.30)
K, (1,0)
6 176 6
20\5 N0 — pr H €Oy ey T COy

(Mg *7y’ (HCO;)"® = K, & (6.31)

K YKA P4 (H,0)
(Mg > (HCO, = k5 2 @ € 2 (6.32)

4 .
K, (1448104)3

Expressing the solubility products in this way decreases significantly the number of iterations
necessary to numerically reach the equilibrium conditions, in comparison to the case when using
equations (6.25) through (6.28).

The concentrations of Ca® and SO,> in cquilibrium with gypsum can be obtained by
solving the quadratic algebraic equation corresponding to (6.24) as follows. The ion activity
product for (Ca’) and (SO,>), ZAP"", in solution is given by
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[Ca¥][sO}]= __MP" (6.33)

7Ca2"ysof’( H,0 )?

where y’s are activity coefficients [-] and brackets represent molalities. To obtain equilibrium,
i.e. when the I4P¢ is equal to the solubility product K,“, a quantity of gypsum x must be added
or removed from the solution

Ky

[Ca? +x][SO, +x]= i (6.34)
7Ca2~'Ysof'( H,0)’

By solving (6.34) we get the quadratic equation

x*+Ax+B =0 (6.35)
where

A =[Ca™]+[SO,"]

Yea Yso, (H,0)*

from which we obtain the new Ca” and SO, concentrations.

The concentrations of Ca**, Mg**, and HCO; in equilibrium with the carbonate solids is
reached by solving the cubic algebraic equations corresponding to (6.29) through (6.32) as
described in Suarez and Simiinek [1997] and as demonstrated here for calcite. The ion activity

product for calcite, IAP”, in solution is given by

14P¢ Koo, K, Pro, (HO)  pype
K

3 2
YeaYico; @ Yea Yaco,

[Ca?][HCO; T’ = K, (6.37)

1

To obtain equilibrium, i.e. when the ZAP” is equal to the solubility product X,,, a quantity of

calcite x must be added or removed from the solution



Ky K,

[Ca? + x][HCO, +2x}J* = - (6.38)
Yea  Thco,
By solving (6.38) we get the resulting cubic equation
Ax?>+Bx?*+Cx+D=0 (6.39)
where
A=4
B =4[Ca®]+4[HCO; ]
C = 4 [HHCO; ][Ca®' ] +[HCO; | (6.40)

- (ZAP* - Kg) K,

2
’YCa:"Yl 1COC

6.6. Kinetic Model of Calcite Precipitation-Dissolution

The reaction rates of calcite precipitation-dissolution in the absence of inhibitors such as
“foreign ions’ and dissolved organic matter, R“ (mmol cm™s™'), were calculated with the rate

equation of Plummer et al. [ 1978]

K
R¢ =k (H") +k(H,CO;") + k,(H,0) - &, ( (Ca?")(HCO;,) (6.41)
Ky
where
K=k + — [l (H,CO," y + &, (H,0) (6.42)
(Hy)

and where k,, k,, and k, are temperature dependent first order rate constants representing the

forward reactions (mmol cm™s') and , is a function dependent on both temperature and CO,
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concentration representing the back reactions (mmol cms™!). The dissolution-precipitation rate
RY is expressed in mmol of calcite per cm?® of surface area per second. The term (H,') isthe H"
activity at the calcite surface. It is assumed to be (H’) at calcite saturation where activities of
H,CO," and H,O at the calcite surface are equal to their bulk fluid values [Plummer et al.., 1978;
Suarez, 1985]. The temperature dependence of the constants k,, 4. k; is expressed as

logk = a1+17f (6.43)

where values of the empirical constants a, and a, are given by Pltrmmer et al. [ 1978] and in
Table 6.2. For the condition where pH>8 and pC0O,<1000 Pa, an aternative expression for the
precipitation rate is used which is considered more accurate for those conditions [/nskeep and

Bloom, 1985]
R¢=-11.82[ (Ca’")(CO;) - K] (649

with an apparent Arrhenius activation energy of 48.1 kJ mol™ for the precipitation rate constant
[/nskeep and Bloom, 1985].

The precipitation or dissolution rate of calcite is reduced by the presence of various
inhibitors. Suarez and Simiinek [ 1997] developed the following function for the reduction of the
precipitation-dissolution rates due to surface poisoning by dissolved organic carbon, based on the

experimental data of Inskeep and Bloom [ 1986]
r=exp( -b,x-b,x2-b.x"%) (6.45)

where r is the reduction constant [-], x is the dissolved organic carbon (umol ¢ and b,, b,, and
b, are regression coefficients (0.005 104, 0.000426, 0.069111, respectively).

6.7. Kinetic Model of Dolomite Dissolution

The reaction rates of dolomite dissolution. R” (mmol cm™s™'), were calculated with the rate

equation of Busenberg and Plummer [ 1982]
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Table 6.2. Temperature dependence of the kinetic constants for calcite
precipitation-dissolution [Plummer et al., 1978] and dolomite
dissolution [Busenberg and Plummer,1982].

a, a,

Calcite
k, 0.198 -444,
k, 2.84 -2177.
k, (T<298.15) -5.86 -317
k, (T>298.15) -11 -1737.
Dolomite’
k, 2.12 -1880.
k, -0.07 -1800.
ky 0.53 -2700.
k. 3.16 -2300.
k. 7.34 -3700.

~ for sedimentary dolomite

* for FeC0,<0.007

R? =k (H")"%+k(H,COy" ) + k, (H,0)" - k,(HCO;) (6.46)

where the temperature dependent first order rate constants k,, &,, &, (mmol cm™s™), representing
the forward reactions, and &, (mmol cm%"), representing the back reaction, are expressed by
(6.43) with empirical constants a, and a, given by Busenberg and Plummer[1982], and again in
Table 6.2. The dissolution rate R” is again expressed in mmol of dolomite per cm’ of surface
area per second. These rate constants are used for ion activity products /4P"<10"". At values
below 10" the rate is exceedingly small and assumed as zero [Busenberg and Plummer,1982]
in the absence of additional data.

6.8. Silica Concentration in Soil Solution

Relatively little information exists on the Si concentration in soil water. Use of
equilibrium calculations of silica solubility from the stable mineral (quartz) results in the
unrealistic prediction that solution concentrations are independent of pH up to pH 8 and then the

solubility increases due to the dissociation of silicic acid. In soil (and other near-earth surface
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environments) Si concentrations are not fixed by quartz solubility but rather by dissolution (and
possibly precipitation) of aluminosilicates including poorly crystallized phases and Si adsorption-
desorption onto oxides and aluminosilicates. As a result of these reactions Si concentrations in
soil solution follow a U shaped curve with pH, similar to Al oxide solubility with a Si minimum
around pH 7.5 [Suarez,1977a]. Suarez [1977a] developed a simple relation between silica

content in the soil solution and the soil pH:
SiO4T =d, +d,pH +d, pH’ (6.47)

where empirical constants d,, d,, and d, are equal to 6340, 1430, and 81.9, respectively, and
SiO,; is the sum of all silica species expressed in mol ¢"'. We utilize this expression and the
dissociation expressions for K, and K|, (eg. (6.14)) only to obtain estimates of H,SiO, from total
Si0O,. As a result we do not express sepiolite reactions in terms of H,SiO, and H,SiO,* and do
not include these species in the charge balance expressions. Only the species H,SiO, is used by

the program.
6.9. Activity Coefficients
6.9.1. Extended Dehye-Hiickel Expression

The activity coefficients are formally defined as [Stokes, 1979]:

m.
a=x, __’0 (6.48)
m
where g, is the activity [-], m, is the molality (mol kg-*), m’ is the unit molality (i.e., 1 mol kg-*)
and v, is the activity coefficient of the ith ion [-]. For the calculation of the activity coefficient
in the dilute to moderately saline solution range the extended version of the Debye-Hiickel

equation can be used [Truesdell and Jones, 1974]

Iny = -_Af_’ﬁ_ +hl (6.49)
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1°%) are constants depending only on the dielectric

where A (kg*’mol®®) and B (kg"’cm'mo
constant, density, and temperature. z is the ionic charge in protonic units, a (cm) and b (kg mol™)

are two adjustable parameters, and | is the ionic strength (mol kg-*):
A
= O.SZ z,.2 c, (6.50)
i=1

where A4 is the number of speciesin the solution mixture. The adjustable parameters a and b for
individual species are given by Truesdell and Jones [1974] and Suarez and Simiinek[1997]
(Table 6.3). The activities of neutral species are calculated as

Iny=a’l (651)

where a’ is an empirical parameter. The values of this parameter for neutral species are listed
in Suarez and Siminek [1997] and in Table 6.3.

Table 6.3. lonic charge and adjustable parameters for calculation of extended Debye-Hiickel
activity coefficients.

Species z; a' b a
Ca*" 2 5.0 0.165

Mg* 2 55 0.20

Na 1 4.0 0.075

K" 1 3.5 0.015

SO» 2 5.0 -0.04

Co,> 2 5.4 0.

HCO; 1 54 0.

CaHCO,* ! 6.0 0.

MgHCO," 1 4.0 0.

H" 1 9.0 0.

OH" 1 3.5 0.

H,Si0, 1 5.4 0.

H,Si0,> 2 4.0 0.

CaCo,° 0 -05
CaSO,’ 0 -0.45;
MgCO,° 0 063
MgSO,° 0 -05
H,SiO, 0 -0.5

" Truesdell and Jones [ 1974]
*Reardon and Langmuir [ 1976]
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If the extended Debye-Htickel theory is used to calculate activity coefficients then activity
of water is calculated in the same way as in the program WATEQ [Truesdell und Jones. 1974]
by the approximate relation

Al

(H,0)=1- 0.017; m, (6.52)

6.9.2. Pitzer Expressions

At high ionic strength activity coefficients are no longer universal functions of ionic
strength, but are dependent on the relative concentration of the various ions present in solution
[Felmy and Weare,1986]. The activity coefficients can then be expressed in a virial-type

expansion of the form [Pitzer,1979]
/

|ny, = ]nryfw + E Bl_j(l)mj + E Z Ci/km,mk + ... (653)
J 1ok

where v " is a modified Debye-Hiickel activity coefficient which is a universal function of ionic
strength, B, and C;;, are specific coefficients for each interaction. The coefficients in (6.53) have

the following form for cations, anions and neutral species [Felmy and Weare,1986]
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N, N,

ln’YAI = ZA%IF * Z ma(thlzt + ZC/\Iu) + E mc(2§\lc + Z mu l’b/\lcu) *

a=1 c=1 a=1

N‘,—l N,

l AVH
Z a u ua lzﬂll Z m muCul + Z mn(z)\tﬂw) E Z ml u nuM
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N, N, N,
ln'yY—zF+Zm(2B +ZCy)+ Y m, 28, +Zm1//\m)+ (6.54)
a=1
N -1 N,
+ E mc ¢! cc’\ |Z IZ E m mu ca E mn(z)\m') +E Z m m E-’nc/\

c=1 ¢'=¢+1 c=1 ua= n=1 n=1 c¢=1
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where subscripts M, X, Nand ¢, a, n refer to cations, anions and neutral species, respectively, and

172
Fe-go| ! _2.ln(1 LI 4
1+ b]”’

where

N 1 ‘ N 1 A’
+EmeB +ZZmL,mC,<I>,+Zme »
c=1 a=1 c=1 ¢/=¢+1 a=1 a’'=a+i (655)
C1/\¢[\'
/WX AN~ > 110
212,z

Z=Ylz|m,

and where A4° is one third of the Debye-Hiickel limiting slope and equal to 0.39 at 25°C. The

second virial coefficients B, are given by the following ionic strength dependence [Pitzer,1973]
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Bﬁx = BLO,)\’ + EvltjvexP( - \/I—) + BE\?\'GXP( “ag\/l—)
BM,\' = 5\(/?\’ + BE\‘I)\’g(al\/T) + Bﬁtzl)’xg(ag \/I—) (656)

/ ) g’(oz,\/l—) . 6(2) g/(a:\/f)

By = By MY
1 i

The functions g and g’ are defined by

g(x)=2 (I-(1+x)e )

x2

) (6.57)
(1 —(1+x+%>e'x>

g =-2
x2

with x = o,/°? or = o,/*’. When either cation A4 or anion X is univalent o, = 2. For 2-2 or
higher valence pairs «; = 1.4. For al electrolytes «,=12,5=1.2. The dimensions of «, and «,
are kg mol®°. The second viria coefficients, ®, which depend upon ionic strength, are in the

form [Pitzer,1973].
=0, +0,(D+10; (1)
& =0,+0;(]) (6.58)

& =0, (1)

The functions 6,(J) and 6!.,."“ (1) are functions only of ionic strength and the electrolyte pair type.
The second and third virial coefficients, A,,, and £,,,, representing the interactions between
ions and neutral species are assumed constant. The third virial coefficients, C*,,. and ¥, are also
assumed to be independent of ionic strength. The subroutines for calculation of the Pitzer activity
coefficients were adopted from the code GMIN [Felmy,1990].
This model is considered accurate even for solutions with very high ionic strength (up to

20 mol kg-') and can be used down to infinite dilution. Explicit definition of complex species
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(e.9. NaSO,’, NaHCO,") for this type of model is generally not required [Harvie et al., 1984].
However, ion complex species which exhibit strong attractive interactions (e.g. HCO;") must still
be taken into account. Therefore when the virial-type expressions are used to calculate ion
activities, the complex species from the second group in Table 6.1 are not included into the
equilibrium chemical system and equations (6.10) through (6.13) are not used. The complexed
species in group five and six are considered even when using the Pitzer expressions. Note that
when the ion complex species from the second group in Table 6.1 are not considered, then the
apparent ionic strength 7 increases significantly, since the complexes have lower charge than the
original components.

If the Pitzer theory is used, then the activity of water is obtained from the expression
[Felrny and Weare,1986]

14
In(HO)= -
(H,0) 1000

‘z": m] 5 (6.59)

where W is the molecular weight of water and ¢ is the osmotic coefficient (see Felmy and Weare
[1986] for the definition and method of calculation and Section 6.11).

6.10. Temperature Dependence

Most of the thermodynamic equilibrium constants are dependent on the temperature and
pressure of the system. The temperature dependence of the thermodynamic equilibrium constants

is often expressed as a power function of the absolute. temperature

a a
logK =a, + _Tz. +a,T +a,logT + _: (6.60)

where T is the absolute temperature [K], and a, through «s are empirical constants. The pressure
dependence can be neglected for near earth surface conditions (such as soils). The empirical
constants for the temperature dependent thermodynamic constants used in the calculations are
listed in Suarez and Siminek [ 19973 and in Table 6.4. The temperature dependence of the

equilibrium constants for which the constants of equation (6.60) do not exist is expressed with
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the enthalpy of reaction and the Van't Hoff expression [Truesdell and Jones, 1974] (Table 6.5).

Table 6.4. Parameters for calculation of thermodynamic constants as a function of temperature.
Constant a, a, a, a, as Reference
log K CO, 108.3865 -6919.53 0.01985076 -40.45154  669395.  Plummer and Busenberg[1982]
log K,, H,CO, -356.3094 21834.37 -0.0609 1964 126.8339 -1684915. Plummer and Busenberg[1982]
log K, H,CO, -107.8871 5151.79 -0.03252849 38.92561  -563713.9 Plummer and Busenberg[1982]
log K CaCO,° 1228.732 -35512.75 0.299444 -485.818 0. Plummer and Busenberg [1982]
log K CaSO,° -1.24 0. - 0.0036 0. 0. Bell and George [1953]
log K CaHCO,;"  -1209.120 34765.05 -0.3 1294 478.782 0. Plummer and Busenberg[1982]
log K MgCO,° 21.39 - 3265. -0.04467 0. 0. Reardon and Langmuir {1974]
log K MgSO,° 0.95 0. -0.011 0. 0. Jacobson [1973]
log K MgHCO," 76.344 -11132.0 -0.1338 0. 0. Reardon [1974]
log A -1.15083 93.642 0.001830 0. 0. Robinson and Stokes [1965]
log B -0.76645  30.7702  0.0006058 0. 0. Robinson and Stokes [1965]
log K, 6.0875 4470.99 0.01705 0. 0. Stumm and Morgan [1981]
log K Calcite -171.9065 2839.319  -0.077993 71.595 0. Plummer and Busenberg [1982]

Table 6.5. Values for equilibrium and precipitation-dissolution
reaction constants and AH [Truesdell und Jones. 1974].

Complex K AH’,
(289.15°K) 1] mol ™
NaCO; 0.053958 -37337.1
NaSO, 0.1995 -4692.8
NaHCO,’ 0.5623
KSO, 0.14125 -9427.5
H,Si0, 1.17490e-10 37436.65
H,Si0,* 2.40436e-22 124501.7
Gypsum 251189¢-5 1131.3
Hydromagnesite 1.72982¢-37 -106928.8
Nesquehonite 2.39332e-6 -28366. 1
Sepiolite 3.13762¢-38
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6.11. Osmotic Coefficient

We use the semiempirical equation of Pitzer [1973] and co-workers to calculate the

osmotic coefficient ¢:

32 N,
Yom(6-1)=2(- Allz,uz Eme,,wm zc,) +
c=1 a=

N -1 N,

SR T @ Emg X5 mm @D e 660

=1 ¢'=c+l a=1 a=1 a’=a+1 c=1

N, N,
R AT Y m
- n a II(I (5 Il(,

n=1 a=1 n=1 c¢=

The variables used in (6.61) were previously defined in Section 6.9.2.
6.12. Osmotic Pressure Head

The osmotic pressure of electrolyte solutions, P, (Pa). is related to the osmotic coefficient
¢ and molality as follows [Stokes, 1979]

m?°

P,=R rMvme (6.62)
V
where V, is the partial molar volume of the solvent (cm’mol ™), m" is unit molality (1 mol kg-),
and M, is molar weight (mol"). The osmotic pressure head. h, [L], is related to the osmotic

pressure by

ho- Lo (6.63)
* pg

where p is the density of water [ML>] and g is the gravitational constant [L*T'].
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6.13. System Summary

As discussed in section 6 we need either 36 or 35 independent equations to solve the
equilibrium system depending on whether calcite precipitation-dissolution is considered as a fast
(instantaneous equilibrium) or slow (rate-controlled) process. Seven primary agueous species of
the first group of Table 6.1 are replaced by the mass balance equations (6.1). The analytical
concentrations of the first six species are obtained from the solution of the solute transport
equation and the analytical concentration of the last component is obtained from the charge
balance equation (6.5). The complex species of the second group are replaced by ten equations
(6.10) through (6.13). As discussed in section 6.9.2, this group is not used for solutions of high
ionic strength when virial-type expressions are used to calculate the ion activities. Mineral phases
from the third group are replaced by equation (6.24) and (6.29) through (6.32), and surface
species from the fourth group by four equations (6.17) and (6.18). The CO, partial pressure is
obtained from the carbon dioxide transport submodel and the activity of water is calculated by
equation (6.52) or (6.59), depending on the method used to calculate activity coefficients. The
last five species from the sixth group are replaced by equations (6.6) through (6.9) and the
defining equation for akalinity (6.4), which is also obtained from the solution of the transport
equation. Mass. balance for the silica species (6.2) and two equations (6.14) replace the silica
species from the six group. The total amount of silica species in the soil solution is given by

(6.47). The whole system of equations is now mathematically closed.
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7. NUMERICAL SOLUTION OF THE WATER FLOW EQUATION

7.1. Space and Time Discretization

The soil profile is first discretized into N-I adjoining elements, with the ends of the
elements located at the nodal points, and N being the number of nodes. The same spatial
discretization is used for water flow, solute transport and heat movement. UNSCHEM assumes
that the vertical coordinate z is directed positive upward.

A mass-lumped linear finite elements scheme was used for discretization of the mixed
form of the Richards' equation (2.1). Since the mass-lumped scheme results in an equivalent and
somewhat standard finite difference scheme, we omit the detailed finite element development and

give immediately the invoked final finite difference scheme [Simiinek et al., 1997):

0;j+],k+| _0;/ ) 1 K/”.k hi/:ll,kﬂ _h;j*],/ul KjH,k hij#lvlul _ h’./._*ll'kq +
—_— i+1/2 : - Nan
At Az Az, Az,
(7.1)
jHlk _ gtk
Kin = Kln _ S,"
Az
where
At="" -t/
_ Zin TEin . .
Az= T Az; =z,,7Z AZ,._| =z -Z) (72)
A J+lk i1k etk
K/"ll/vzk =Ki’+1 + K’I K/*]/:,k: K,'/ + K,_/_|
i+ 2 i-1/2 —2
in which subscripts i, i, and i+l indicate the position in the finite difference mesh; superscripts

k and k+| denote the previous and current iteration levels, respectively; and superscripts j and j+1
represent the previous and current time levels, respectively. Equation (7.1) is based on a fully
implicit discretization of the time derivative, and will be solved with a Picard iterative solution

scheme. Notice aso that the sink term, S, is evaluated at the previous time level. The mass-
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conservative method proposed by Celia et al. [1990], in which ¢'*"' is expanded in a truncated
Taylor series with respect to h about the expansion point #*'# is used in the time difference
scheme of (7.1) (note that subscript w is dropped in discretized equations):
J+1Lk+1 .Y J+lk+] _ J+lk J+Lk _pn/t
6; 0; h; h; 6 6, (7.3)

i i i+ 1,k i i i
- =C;1 +

At At At

where C represents the nodal value of the soil water capacity [L“]:

|j+],k
ok 99, (7.4)
’ dh

This method has been shown to provide excellent results in terms of minimizing the mass balance
error. Notice that the second term on the right hand size of (7.3) is known prior to the current
iteration. The first term on the right hand side of (7.3) should vanish at the end of the iteration
process if the numerical solution converges. The derivation leads to the following matrix

equation with matrix [P, ] and vectors {h} and {F,,,}
[Pw]/'+l,/( {h }j*l,/ul — {FW} (75)

where the symmetrical tridiagonal matrix [P,] in (7.5) has the form:

d e 0 0
e d, e 0 0
0 e, d3 e, 0 0
[P, = (7.6)
0 0 e,, dy, e vo O
0 0 ey, Oy ey
0 0 ey dy
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where the diagonal entries d; and above-diagonal entries ¢, of the matrix [P,], and the entries f;

of vector {F,}, are given by

K A Lk gk ik gk

d’_ i+Z C_i/*l.k . Ay . i i-1 (77)

At 2Az, 2Az,

41k j* Lk
o KR (7.8)
’ 2Az,

JrLk J Jrlk f+1.k

f- _Zi_ZC/wl,khij*l‘k _ 0, . -0, . K7, ;KH B S,"Az (7.9)
t !

The tridiagonal matrix [P,] is symmetric and therefore the below-diagonal entries are equal to
the above-diagonal entries. The entries d,, e, f,, and ¢,., dy, f, are dependent upon the

prescribed boundary conditions.

7.2. Treatment of Pressure Head Boundary Conditions

If afirst-type (Dirichlet) boundary condition is specified at the top or bottom of the soil
profile, then the terms d, or d, are equal to unity, e, or e, reduce to zero, and f, or f,, are equal
to the prescribed pressure head, h,. Some additional rearrangement of the matrix [P,] is dso
necessary to preserve its symmetry. The appropriate entries in the second or (N-1)st equations
containing the prescribe boundary pressure head /, in the left-hand side matrix must then be
incorporated into the known vector on the right-hand side of the global matrix equation. When

done properly, this rearrangement will restore symmetry in [P,,,].

7.3. Treatment of Flux Boundary Conditions

If the third-type (Neumann) boundary condition at the bottom of the profile is specified,

than the individua entries are obtained by discretization of Darcy’s law, i.e.,
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g --k9" _k (7.10)

such that d,and f,in[P,] atain the values

j+1,k i+1.k
K"+ K
1 =
2Az

(7.12)

1

Jelk Lk
Kok (7.12)

_ J+1
/ 2

0

where ¢, is the prescribed boundary flux [LT'] and where ¢, is described by (7.8). A similar
discretization of Darcy’s law is also possible to incorporate the flux boundary condition at the
top of the soil profile. This approach, however, can quickly lead to relatively unstable solutions
when the boundary fluxes at the soil surface vary greatly with time (variable irrigation or rainfall

rates). A more stable and mass-conservative solution results when the mass balance equation

a0,  9q, _g (7.13)
ot Oz

instead of Darcy’'s law is discretized. Discretization of (7.13) gives

J+lk+1 J J+1 1k
Oy -0y N 2(qy -~ dqvn

= - SAf (7.14)
At Az

N-1

Expanding the time derivative on the left hand side of (7.14) asin (7.3), and using the discretized

form of Darcy’s law for gq,.,, leads to

oLk J+1k
d, - Az, C)<'/+l,k . Ky "+ Ky (7.15)
2At 2Az,,
g Ax’\/—l j+ 1.k g j+lk 0)(/*“\‘ - 0/(’ K)C”‘k-*— K/(’i)ll\ Ax\ur il 7.16
= ——Cwhy - B -— 8y - g (7.16)
2At At 2
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where g, is the prescribed soil surface boundary flux. Implementation of a third-type boundary

condition always preserves symmetry of the matrix [P,].

7.4. Numerical Solution Strategy

7.4.1. lterative Process

Because of the nonlinear nature of (7.5), an iterative process must be used to obtain
solutions of the global matrix equation at each new time step. For each iteration a system of
linearized algebraic equations is first derived from (7.5) which, after incorporation of the
boundary conditions, is solved using Gaussian elimination. The Gaussian elimination process
takes advantage of the tridiagonal and symmetric features of the coefficient matrix in (7.5). After
solving (7.5) the first time, the coefficients in (7.5) are re-evaluated using the first solution, and
the new equations are again solved. The iterative process continues until a satisfactory degree
of convergence is obtained, i.e., until at all nodes in the saturated (or unsaturated) region the
absolute change in pressure head (or water content) between two successive iterations becomes
less than some small value determined by the imposed absolute pressure head (or water content)
tolerance. The first estimate (at zero iteration) of the unknown pressure heads at each time step

is obtained by extrapolation from the pressure head values at the previous two time levels.

7.4.2. Time Control

Three different time discretizations are introduced in UNSCHEM: (1) time discretizations
associated with the numerical solution, (2) time discretizations associated with the implementation
of boundary conditions, and (3) time discretizations which provide printed output of the
simulation results (e.g., nodal values of dependent variables, water, CO, and solute mass balance
components, and other information about the flow regime).

Discretizations 2 and 3 are mutually independent; they generally involve variable time
steps as described in the input data tile. Discrctization 1 starts with a prescribed initial time

increment. At. This time increment is automatically adjusted at each time level according to the
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following rules [Mis, 1982; Siminek et al., 1992]:
a. Discretization 1 must coincide with time values resulting from time discretizations 2
and 3.
b. Time increments cannot become less than a preselected minimum time step, At,,,,. nor

exceed a maximum time step, At,,,, (i.e., At ,, , <At<AL,,,,,)-

c. If, during a particular time step, the number of iterations necessary to reach
convergence is <3, the time increment for the next time step is increased by
multiplying At by a predetermined constant >1 (usually between 1.1 and 1.5). If the
number of iterations is 27, At for the next time level is multiplied by a constant <1
(usualy between 0.3 and 0.9).

d. If, during a particular time step. the number of iterations at any time level becomes
greater than a prescribed maximum (usually between 10 and 50), the iterative process
for that time level is terminated. The time step is subsequently reset to A#/3, and the

iterative process restarted.

7.4.3. Atmospheric Boundary Conditions and Seepage Faces

Atmospheric boundaries are smulated by applying either prescribed head or prescribed
flux boundary conditions depending upon whether equation (2.37) or (2.38) is satisfied [Neuman,
1974]. If (2.38) is not satisfied, boundary node n becomes a prescribed head boundary. If, at
any point in time during the computations, the calculated flux exceeds the specified potential flux
in (2.37), the node will be assigned a flux equal to the potential value and treated again as a
prescribed flux boundary. -

If a seepage face is considered as the lower boundary condition and if during each
iteration the lower part of the soil profile is saturated then the last node is treated as a prescribed
pressure head boundary with #=0. However, if this node is unsaturated then a prescribed flux
boundary with g, =0 is imposed at the lower boundary.
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7.4.4. Water Balance Computations

The UNSCHEM code performs water balance computations at prescribed times for severa
preselected subregions of the flow domain. The water balance information for each subregion
consists of the actual volume of water, V, in that subregion, and the rate, O[LT"], of inflow or

outflow to or from the subregion. These variables V' and O are evaluated in UNSCHEM by

means of
y-y g *20"*‘ (7.17)
and
0= Vie A‘ t Vo (7.18)

respectively, where 6, and 6,,, are water contents evaluated at the corner nodes of element e, Az,
is the size of the element, and V,,.,, and V', are volumes of water in the subregion computed at
the current and previous time levels, respectively. The summation in (7.17) is taken over al
elements within the subregion.

The absolute error in the mass balance is calculated as

! ]

ef‘lv = VI - VO + I) Ywadt B [ (quO - qu)dt (719)

where V, and ¥, are the volumes of water in the flow domain, Eq. (7.17), evaluated at time ¢ and
zero, respectively. The third term on the right-hand side of (7.19) represents the cumulative root
water uptake amount, while the fourth term gives the net cumulative flux through both
boundaries.

The accuracy of the numerical solution is evaluated by the relative error, ¢€," [%]. in the

water mass balance as follows:
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¢

(7.20)
max

where V' and V) are the volumes of water in element ¢ at times ¢ and zero, respectively. Note
that UNSCHEM does not relate the absolute error to the volume of water in the flow domain,
but instead to the maximum value of two quantities. The first quantity represents the sum of the
absolute changes in water content over all elements, whereas the second quantity is the sum of
the absolute values of all fluxes in and out of the flow domain.

7.4.5. Computation of Nodal Fluxes

Components of the Darcian flux are computed at each time level during the simulation
only when the water flow and solute (or CO, or heat) transport equations are solved
simultaneously. When the flow equation alone is solved, the flux components are calculated only
at selected print times. The z-components of the nodal fluxes are computed for each node n

according to

, T A T
qi/+1 = _Kilrll/z [ — —

Az,
o | AR o | A A

. -K\, e + Az, - Ko, Az + 1Az (7.22)
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7.4.6. Water Uptake by Plant Roots

UNSCHEM considers the root zone to consist of al nodes, », for which the potential root
water uptake distribution, b (see Section 2.2), is greater than zero. The root water extraction rate
is assumed to vary linearly over each element. The values of actual root extraction rate S, in
(7.1) are evaluated with (2.2). UNSCHEM calculates the total rate of transpiration using the
equation

Si + Si*]
7,-% a2 (7.22)

in which the summation takes place over all elements within the root zone, and where S;and S,

are the root water uptake rates evaluated at the corner nodes of element e.

7.4.7. Evaluation of the Soil Hydraulic Properties

At the beginning of a simulation, UNSCHEM generates, for each soil type in the flow
domain, atable of water contents, hydraulic conductivities, and specific water capacities from the
specified set of hydraulic parameters [Vogel, 1987]. The values of 6, K, and C, in the table are
evaluated at prescribed pressure heads h, within a specified interval (h,,, 4,). The entries in the
table are generated such that

i+l

= constant (7.23)

which means that the spacing between two consecutive pressure head values increases in a
logarithmic fashion. Values for the hydraulic properties, 6,(4), K(h) and C(h), are computed
during the iterative solution process using linear interpolation between the entries in the table.
If an argument h falls outside the prescribed interval (4, A,), the hydraulic characteristics are
evaluated directly from the hydraulic functions, i.e., interpolation is not possible. The above
interpolation technique was found to be much faster computationally than direct evaluation of the

hydraulic functions over the entire range of pressure heads, except when very simple hydraulic
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models were used.
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8. NUMERICAL SOLUTION OF THE TRANSPORT EQUATIONS

The Galerkin finite element method with linear basis functions is used to solve the solute,
heat, and the CO, transport equations (3. 1), (4.1), and (5.6), respectively, subject to the imposed
initial and boundary conditions. Since the solute, heat, and CO, transport equations have the
same form (in their linear form), the numerical solution is given only once for the following

convection-dispersion equation

4oy - 2 Bey+ LB vFe+G=0 (8.1)
ot Ox ox Ox

where ¢ in this section stands for all three unknown variables c, c¢,, and 7', and where for solute

transport

E=0,D (8.2)

for heat transport

£ (8.3)

and finally for CO, transport
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A=R,=0,+0 K, RT

B=q,=4+q9,KcRT

wCOy

E:DI£:0(1D<I+0uvD K RT (84)

w CO')
F=-S'=-SK, RT
G=P

Since the Galerkin method is relatively standard and has been covered in detail elsewhere
[Pinder and Gray, 1977, van Genuchten, 1978, 1987], only the most pertinent steps in the

solution process are given here.
8.1. Space Discretization

The finite element method assumes that the dependent variable, the function c(z,¢), can

be approximated by a finite series ¢'(z ¢) of the form

c'(z,0)= Z ¢ (2) c, (1) (8.5)

m=1

where ¢,, are selected linear basic functions that fulfill the condition ¢,,(z,)=6,,.,6,.. IS Kronecker
delta (6

represent the solution of (8.1) at the finite element nodal points, and N is the total humber of

=1for m=n, and §,,=0 for m=n), c,,, are unknown time-dependent coefficients which

nm

nodal points. Linear basis functions have the following form:

(8.6)

where £ is the distance in the local coordinate system [-]. In the global coordinate system £ is
defined as
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£ = : z,<z<z (8.7)

where Az (=z,-z,) is the size of a finite element [L], i.e, the distance between two neighboring
nodal points. The approximate solution ¢ '(x,f) converges to the correct solution c(x,¢) as the
number of basis functions N increases.

Application of the Galerkin method which postulates that the differential operator
associated with the transport equation is orthogonal to each of the N basis functions, we obtain

the following system of N time-dependent differential equations with N unknown values c,(t).

L
—%ﬁ+iEﬁ—_a_Bc+Fc+G ¢ dz=0 (8.8)
ot 6z 0z Oz "

Integrating by parts the terms containing spatial derivatives leads to the following equation

L I
0
l [_ 6,a4tc +Fe +G] ¢,dz - i [ g% —Bc] aqs" dz-q,¢(L) +q, ¢,0) =0 (8.9)

0z 4

where ¢,, and ¢,, are the material or energy fluxes across the lower and upper boundaries,

respectively. By substituting c,,,(t) for c(z,r) we obtain

L 0Ac
1 ) - d)’" * FC”I ¢”I + G ¢” dz -
ot |

(8.10)
e 0 2,
l Ecm_ —ch ¢m dz - q.\- (b”(L) + q.\- ¢n(0) = 0
0z | 0z "
Equation (8.10) can be rewritten in the matrix form as
AAIeD) o 1gy0ey-4p (8.11)

dt

where vector {¢} contains the unknown values of the nodal concentrations, and where
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L

Qnm = 1 A d)md)n dZ (812)

L

do do do
={[EZ»_2-B_"¢ -F d (8.13)
nm 1 [ dz dZ dZ d)ﬂl ¢l” ¢n] Z
I
f.= 1 Godz-q ¢(L)+q 6(0) (8.14)

8.2. Time Discretization

The Galerkin method is used only for approximating the spatial derivatives while the time
derivatives are discretized by means of finite differences. The derivation leads to the following

matrix equation with asymmetric tridiagonal matrices [P,] and [Q,], and vectors (c} and {F.}
[PL.]M (Y =[0V {cV +{F} (8.15)

where {c}/*' is a vector of unknown concentration or temperature and where

oL s e[S
P =1l [S]

(8.16)

[0.F = —I[9V - (1-€)[S}

1
At
Fa=e V" +1 -e) {1V

If the Crank-Nicholson implicit scheme is used for the time discretization then ¢=0.5. The
diagonal entries d,, and off-diagonal entries b, and e, of the matrix [P ] are then calculated as

described in Table 8.1.
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The matrix [Q,] is exactly the same as[P;.], except that E, B and F must be replaced by (-E), (-B)
and (-F), respectively. The entries f; of vector {F,} are given by
Az,

fi= e 26, + Gy + (1-)(2G, + GY ] e+ (1-)g,  (83D)

f= A:‘-l [e(G,_,+2GY" +(1-€¢)(2G,+G,, Y] +
(8.33)

Az .
Se(G +26)" (1-¢)(2G,+G,,)]

Az _ : ,
fo= 6N—1 [e (G, + 2GN),+1 +(L-€)(G,, +2G.)Y] - ¢ Q{QHI -(1-¢) q{.\v,'l (8.34)

Implementation of boundary fluxes is achieved by incorporating these fluxes into the vector {F}.
If the first-type (Dirichlet) boundary condition is specified for upper or lower boundary condition,
than the terms d, or d,, are set equa to unity, ¢, or b, equal to zero, and f,or f, equa to the
prescribed boundary fluxes, respectively. No additional rearrangement of the matrix [P.]is
necessary since this matrix is generally asymmetric due to the convective term.

Higher-order approximations for the time derivative in the transport equation were derived
by van Genuchten[1976,1978]. The higher-order effects may be incorporated into the transport

equation by introducing time-dependent dispersion corrections as follows

pop. B
64
(8.35)
2
peop . B
6A

where the superscripts + and - indicate evaluation at the old and new time levels, respectively.
Higher precision in terms of the mass balances can be obtained by using the finite

difference method for the first term of the transport equation (8.1) (see Table 8.2).



8.3. Numerical Solution Strategy

8.3.1. Solution Process

The solution process at each time step proceeds as follows. First, an iterative procedure
is used to obtain the solution of the Richards' equation (2.1) (see Section 7.4.1). After achieving
convergence, the solution of the transport equations (8.15) is sequentially implemented, first for
temperature, then for CO, and finaly for multicomponent solute transport. This is done by first
determining the nodal values of the fluid flux from nodal values of the pressure head by applying
Darcy’s law. Nodal values of the water content and the fluid flux at the previous time level are
aready known from the solution at the previous time step. Values for the water content and the
fluid flux are subsequently used as input to the heat transport equation, leading to the system of
linear algebraic equations corresponding to (8.15). The structure of the final set of equations
depends upon the value of the tempora weighing factor, e. The explicit (e=0) and fully implicit
(e=1) schemes require that the global matrices [P,] and [Q_], and the vector {F_} be evaluated
at only one time level (the previous or current time level). All other schemes require evaluation
at both time levels. Also, all schemes except for the explicit formulation (e=0) lead to an
asymmetric banded matrix [P,]. The associated set of algebraic equations is solved using a
standard asymmetric matrix equation solver. By contrast, the explicit scheme leads to a diagonal
matrix [P_.] which is much easier to solve (but generally requires smaller time steps). Since heat
transport equation (4.1) is linear, an iterative procedure is not necessary. The nodal values of
water content, velocity and temperature, obtained from the solution of water flow and heat
transport equations, are then used to evaluate the coefficients of the discretized CO, transport
eguation (5.6). The CO, transport equation (5.6) is not linear because the production term P is
dependent on CO, concentration. To avoid the necessity to iterate, we evaluate this term with
the CO, concentration from the earlier time step. Finally, the multicomponent solute transport
is solved based on the knowledge of the water contents, velocities, temperatures and CO,
concentrations from the previous solution. The solution of the multicomponent chemical system
and its coupling with solute transport will be dealt with in Section 9.2. The water flow is

considered to be invariant with respect to temperature, CO, and solute transport. and similarly
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heat transport is considered to be invariant with respect to both CO, and solute transport, and
finally CO, transport is assumed to be independent of multicomponent solute transport. Using
these assumptions, it is not necessary to solve all the equations simultaneously; rather we can

solve them sequentially.

8.3.2. Upstream Weighted Formulation

Upstream weighing is provided as an option in UNSCHEM to minimize some of the
numerical oscillation associated with the solution of the solute transport equation when relatively
steep concentration fronts are being simulated. This option is not used for the solution of the
heat or CO, transport equations since the Peclet numbers (see Section 8.3.6) for both equations
usually have very small values, due to the high values of the apparent thermal conductivity
coefficients and effective dispersion coefficients, respectively. For this purpose the second (flux)
term of equation (8.1) is not weighted by regular linear basis functions ¢,, but instead using the

nonlinear functions ¢,"[Huyakorn and Nilkuha. 1979]:

d)] ‘= ¢I - 3aw¢] d)z
6" = ¢+ 3" b

Evaluating integrals (8.12) through (8.14) we get the coefficients described in Table 8.3.

8.3.3. Reverse Back-Step Particle Tracking

The reverse back-step particle tracking method is another approach which stabilizes the
numerical solution of the convective-dispersive equation. A two-step procedure is followed for
this mixed Lagrangian-Eulerian approach. First, convective transport is considered using a
Lagrangian approach in which lagrangian concentrations are estimated from particle trajectories.
Subsequently, all other processes including sinks and sources are modeled using the standard
Eulerian approach involving the finite element method, thus leading to the final concentrations.

In a single-step reverse particle tracking method [Molz, 1981], the initial position of

particles arriving at the end of a time step at fixed nodal points is calculated at each time step
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as follows
z) =z J v*dt (8.37)

where v* represents the pore-water velocity (v/R) which takes into account all the retardation
processes. This equation states that a particle leaving location z,” at time ¢, will reach the grid
point location z, exactly at time ¢,,,. The concentration at location z,’ a time ¢, is then used in

a discretized transport equation.
8.3.4. Solute Mass Balance Calculations

The total amount of mass in the entire flow domain, or in a preselected subregion, in
solvent (M), mineral phase (M,), and surface species (M,) is given by
Oc+0 . c

Ml:Zjech:ZAZ, i i+1 Y

M = XL: J[ pcdz = Z AZI% (8.38)

pt+p €

M\‘zz I P@‘dZ:Z Azllz;ﬂul

where 0,, 0., ,0;, 011, Ci» Ciuy » &5, 8,1, @0d ¢, ¢,y represent, respectively, water contents. bulk
densities and agueous, mineral phase and surface concentrations evaluated at the corner nodes of
element e. The summation is taken over al elements within the specified region. The total

amount of solute in the entire flow domain, M, [ML-‘], is then calculated as

M, =M~+M, +M (8.39)

Finally, when ail boundary material fluxes have been computed, the following mass

balance should hold for the flow domain as a whole:
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1

M,=M,= [ (g, - q,)d (8.40)

1 0

where M, and M, are the amounts of solute in the flow region at times ¢ and zero, respectively,
as caculated with (8.39). The difference between the left- and right-hand sides of (8.40)
represents the absolute error, ¢, in the solute mass balance. Similarly as for water flow, the
accuracy of the numerical solution for solute transport is evaluated by using the relative error,

¢, [%], in the solute mass balance as follows

100 | € |

— (8.41)
M- MY, [(!qxol g, |

max

where M, and M, are the amounts of solute in element e at times 0 and ¢, respectively. The
relative errors are calculated only for the hypothetical tracer. Note again that UNSCHEM does
not relate the absolute error to the total amount of mass in the flow region. Instead, the program
uses as a reference the maximum value of (1) the absolute change in elecment concentrations as
summed over al elements, and (2) the sum of the absolute values of all cumulative solute fluxes

across the flow boundaries.
8.3.5. Carbon Dioxide Mass Balance Calculations

Total amount of carbon dioxide in the entire flow domain A, [L], or in a preselected

subregion, is given by

cu(0u+K IeTiO»“)+C.(r (0(: +K RYWMIGW

co2,

M=) J(Gwcw+0“c“)dz:2 Az — - O »)8.4.2)

The absolute error in the carbon dioxide mass balance ¢, at time 1 is given as
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€’ =Moo - M - 1(%“’ - g +P-Sc )dt (8.43)

where M., and M, are the amounts of carbon dioxide in the flow region at times zero and ¢
respectively, and the integral represents the amount of carbon dioxide added/removed from the

flow region by boundary fluxes, CO, production and CO, root uptake.
8.3.6. Oscillatory Behavior

Numerical solutions of the transport equation often exhibit oscillatory behavior and/or
excessive numerical dispersion near relatively sharp concentration fronts. These problems can
be especially serious for convection-dominated transport characterized by small dispersivities.
One way to partialy circumvent numerical oscillations is to use upstream weighing or reverse
back-step particle tracking as discussed in Section 8.3.2 and 8.3.3, respectively. Undesired
oscillations can often be prevented also by selecting an appropriate combination of space and time
discretizations. Two dimensionless numbers may be used to characterize the space and time
discretizations. One of these is the grid Peclet number, Pe,, which defines the predominant type
of solute transport (notably the ratio of the advective and dispersive transport terms) in relation

to coarseness of the finite element grid:

q,Az

Pe, (8.44)

w

where Az is the characteristic length of a finite element. The Pcclet number increases when the
convective part of the transport equation dominates the dispersive part, i.e., when a relatively
steep concentration front is present. To achicve acceptable numerical results, the spatial
discretization must be kept relatively fine to maintain alow Pcclct number. Numerical oscillation
can be virtually eiminated when the local Peclct numbers do not exceed about 5. However,
acceptably small oscillations may be obtained with local Peclet numbers as high as10[ Hiuyakorn
and Pinder,1983]. Undesired oscillation for higher Peclet numbers can be eftectively eliminated

by using upstrcatn weighing or reverse back-step particle tracking methods (see Scctions S.3.2
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and 5.3.3).
A second dimensionless number which characterizes the relative extent of numerical
oscillations is the Courant number, Cr,. The Courant number is associated with the time

discretization as follows

At
cr= I (8.45)
‘ 6 RAz

W

Four stabilizing options are used in UNSCHEM to avoid oscillations in the numerical
solution of the solute transport equation [Simiinek and van Genuchten, 1994]. The first two
options are upstream weighing (see Section 8.3.2) and reverse back-step particle tracking (see
Section 8.3.3), which effectively eliminate undesired oscillations at relatively high Peclet
numbers. A third option for minimizing numerical oscillations uses the criterion developed by

Perrochet and Berod [1993]

Pe-Cr<w (=2) (8.46)

where w, is the performance index [-]. This criterion indicates that convection-dominated
transport problems having large ¢ numbers can be properly simulated provided Cr is reduced
according to (8.46) [Perrochet and Berod,1993]. When small oscillations in the solution can be
tolerated, w, can be increased to about 5 or 10.

A fourth stabilization option implemented in UNSCHEM also utilizes criterion (5.46).
However, instead of decreasing Cr to satisfy equation (8.46), this option introduces artificial
dispersion to decrease the Peclet number. The amount of additional longitudinal dispersion, D,

[L], is given by [Perrochet and Berod,1993]

— | q\" I At _ D _ 0\¢'DH’T‘V (8.47)

D, =
YoROe " g,

The maximum permitted time step is calculated for al three options. as well as with the
additional requirement that the Courant number must remain less than or cqual to 1. The time
step calculated in this way is subsequently used asoneof the time discrctization rules (rule No.
B) discussed in section 7.3.3.
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9. SOLUTION OF THE CHEMICAL SYSTEM AND COUPLING

9.1. Solution of the Chemical System

Computation of the equilibrium solution species distribution is accomplished in a fairly
similar way as in the chemical model WATEQ [Truesdell and Jones, 1974], which, however, was
a speciation model and did not consider solid and adsorbed species. The inputs into the model
are the analytical concentrations of major ions, alkalinity, adsorbed and solid phase
concentrations, water content, temperature, bulk density of the soil and CO, partial pressure. The
model is divided into three major blocks, all of which have their own interna iteration criteria
and which are coupled together by two additional global criteria. The first global criterium is
the test on the electrical neutrality and the second is on the ionic strength. All iteration criteria
have a precision level of 0.1 %.

At the beginning of the first block, the ionic strength, activity coefficients and the
temperature dependent equilibrium constants are calculated. The appropriate model for the
activity coefficients is chosen according to the ionic strength. For ionic strengths smaller than
some specified value (e.g. 0.5 mol kg-*) the extended form of the Debye-Hiickel equation (6.49)
is used. For solutions with ionic strength higher than this value the equations (6.53), based on
Pitzer's theory are used. Next, anionic weak acid species (silicate ions - equation (6.14)),
carbonate-bicarbonate distribution and pH are calculated and al mineral phases considered in the
equilibrium system are checked for their saturation index values and precipitated or dissolved (if
present) accordingly. The iteration criterium in this block is the second dissociation constant of
carbonic acid.

The second block solves for ion pairs and complexes and consists of six subblocks for
calcium, magnesium, sodium, potassium, sulfate and carbonate. The iteration criterium within
each subblock is the total analytical concentration of the respective specics. The main criterium
for the whole block is again the second dissociation constant of carbonic acid. The whole block
is skipped if the Pitzer expressions are used to calculate activity cocflicients.

The third block involves the calculation of the equilibrium between the soil solution and

the adsorbed concentrations on the soil solid. The iteration criterium in this block is the charge
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balance of free metal cations.

Redistribution between the ion pairs, the free ions, solid phases and adsorbed species
changes the ionic strength and consequently the activity coefficients, which results in the need
for another iteration. Therefore, after the completion of the third block the global criteria are
checked, and if not fulfilled, a new iteration is begun.

The iteration process must be accomplished for each node, at each time level and each
iteration between the solute transport part and equilibrium part of the model (see next section)
once or twice depending on whether the kinetic precipitation-dissolution of calcite is considered
and if the Plummer et al. [1978] relation is used. If calcite is assumed to be at equilibrium with
the solution then the iteration process is performed as described above. However, when the
nonequilibrium relation is considered, then the whole process must be completed twice in order
to obtain variables for the Plummer et al. [1978] rate equation (6.41). First to calculate the H*
activity at the calcite surface with the assumption that the activities of H,CO," and H,O at the
calcite surface are equal to their bulk fluid values. This is accomplished by including calcite into
the equilibrium system and excluding all other minerals and adsorbed species. During the second
calculation calcite is not considered part of the equilibrium system and the calculated activities

are used for calculation of the reaction rate.

9.2. Coupling the Chemical and Solute Transport Modules

The governing solute transport equation (3.1) contains three time derivative terms. The
first is the time derivative of the total dissolved concentration of the aqueous component, the
second and the third are time derivatives of the surface and mineral phase concentrations,
respectively. For the numerical solution, the second and third terms are lumped together into the
term G (see (8.2)). Because of this term the solute transport equation (3.1) is highly nonlinear
and the iterative process must be applied to obtain its solution. Both time changes of the surface
and mineral phase concentrations can be obtained directly from the chemical cquilibrium
submodcl when all the reactions are considered to reach cquilibrium.  When the kinetic
expressions for the precipitation-dissolution of calcite and dolomite arc used. the chemical

submodel provides also the rate constants for these rcactions. The contribution from the
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precipitation-dissolution of calcite and dolomite to the time derivative of thc mineral phase

concentration of a particular component can then be calculated as follows:

p L __Regc-Rrgr (9.1)
ot

where A and A” are the surface areas of the calcite and dolomite (m*¢"' of soil matrix),
respectively, which are input to the program.

The coupling between the transport and chemical submodules which was described by
Walsh et al. [1984], Cederberg et al. [1985], and Bryant et al. [ 1986] and was also used by Yeh
and Tripathi {1990] is as follows. First, the discretized solute transport equation is solved by
setting the G term equal to zero for the equilibrium case or using equation (9.1) for the kinetic
case. Then the new agueous concentrations are compared with the initial concentrations for this
iteration and the chemical module is called for those nodes where changes in concentrations were
higher than some prescribed concentration tolerance. When the kinetic reactions for calcite or
dolomite are used then the chemical module is called for all nodes at the first iteration. The
chemical module provides us with the updated values of agueous, surface and mineral phase
concentrations and new values of the term G. The new agueous concentrations are checked
against those before the chemical module is called and if different, a new iteration is started.
This iteration process continues until, at one of the check points, the new and the old

concentrations in all nodes differ less than some prescribed concentration tolerance.

91



|O. PROBLEM DEFINITION

10.1. Construction of Finite Element Grid

The finite element mesh is constructed by dividing the soil profile into linear elements
whose sizes are defined by the z-coordinates of the nodes that form the element corners.
Neighboring elements should have approximately the same size. The ratio of the sizes of two
neighboring elements is not recommended to exceed about 1.5. The nodes are numbered
sequentialy from 1 to NumNP (total number of nodes) from the bottom of the soil profile to the
soil surface.

The element dimensions must be adjusted to a particular problem. They should bc made
relatively small at locations where large hydraulic gradients are expected.  Such a rcgion is
usually located close to the soil surface, where highly variable meteorological factors can cause
rapid changes in the soil water content and corresponding pressure heads. Therefore it is usually
recommended to use relatively small elements near the soil surface, and gradually larger sizes
with depth. The element dimensions are also dependent on soil hydraulic properties. Course
textured soils generally require finer discretization than fine-textured soils (loams, clays). No

special restrictions are necessary within the soil root zone.

10.2. Coding of Soil Types and Subregions

Soil Types - An integer code beginning with 1 and ending with Ni/ar (the total number
of soil materials) is assigned to each soil type in the flow region. The appropriate material code
is subsequently assigned to each nodal point n of the finite element mesh.

Interior material interfaces do not coincide with clement boundaries. When different
material numbers are assigned to the nodes of a certain clement, the finite element algorithm will
assume that the material properties will change linearly over the element. This procedure will
somewhat smooth soil interfaces. A set of soil hydraulic parameters, and CO,, solute and heat

transport characteristics must be specified for each soil material.
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Subregions - Water, CO,, heat, and solute mass balances are computed separately for each
specified subregion. The subregions may or may not coincide with the material regions.
Subregions are characterized by an integer code which runs from 1 to NLay (the total number of

subregions). A subregion code is assigned to each element in the flow domain.

10.3. Coding of Boundary Conditions

Boundary codes KodTop and KodBot must be assigned to surface and bottom boundary
nodes, respectively. If a boundary node is to have a prescribed pressure head during a time step
(a Dirichlet boundary condition), KodTop and KodBot must be set positive during that time step.
If the volumetric flux of water entering or leaving the system is prescribed during a certain time

step (a Neumann boundary condition), KodTop and KodBot must be negative or zero.

Constant Boundary Conditions - The values of constant boundary conditions for a
particular boundary node, n, are given by the initial values of the pressure head, 4(»), in case of
Dirichlet boundary conditions, or by the initial values of the recharge/discharge flux, »7op or rBot
in case of Neumann boundary conditions. Table 10.1 summarizes the use of the variables

KodTop (KodBof),rTop (rBot), and h(n) for various types of nodes.

Table 10.1. Initial settings of KodTop (KodBot), ¥Top (rBot), and /(i) for constant boundary

conditions.
Node Type KodTop (KodBot)  rTop (rBot) h(m)
Specified Head Boundary ! 0.0 Prescribed
Specified Flux Boundary -1 Prescribed Initial Value
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Variable Boundary Conditions - Three types of variable boundary conditions can be
imposed:
1. Atmospheric boundary conditions for which Topinf=4 tmBC=. true.,
2. Variable pressure head boundary conditions for which Topinf=.true. and KodTop=+3,
or Botlnf=.true. and KodBot=+3, or
3. Variable flux boundary conditions for which Toplnf=.true. and KodTop=-3, or
BotInf=.true. and KodBot=-3.
Initial settings of the variables KodTop (KodBot), rTop (rBot), and h(n) for the time-dependent

boundary conditions are given in Table 10.2.

Table 10.2. Initial settings of KodTop (KodBot), rTop (rBot), and h(n) for variable boundary

conditions.
Node Type KodTop (KodBot)  rTop (.rBor) h(n)
Atmospheric Boundary -4 0.0 Initial Value
Varigble Head Boundary +3 0.0 Initial Value
Varigble Flux Boundary -3 0.0 Initial Value

Atmospheric boundary conditions are implemented when Top/nf/=AtmBC=.true., in which
case time-dependent- input data for the precipitation, Prec, and evaporation, »Soil, rates must be
specified in the input file ATMOSPH.IN. The potential fluid flux across the soil surface is
determined by rAtm=rSoil-Prec. The actual surface flux is calculated internally by the program.
Two limiting values of surface pressure head must also be provided: /CritS which specifies the
maximum allowed pressure head at the soil surface (usualy 0.0), and 2Crit4 which specifies the
minimum allowed surface pressure head (defined from equilibrium conditions between Soil water
and atmospheric vapor). The program automatically switches the value of KodTop from -4 to
+4 if onc of these two limiting points is reached. Table 10.3 summarizcs the usc of the variables

rAtm, hCritS and hCrit4 during program csccution.
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Table 10.3. Definition of the variables KodTop, r7Top, and h(n)
when an atmospheric boundary condition is applied.

KodTop rTop h(n) Event
-4 rAtm Unknown rAtm=rSoil-Prec
+4 Unknown hCritd Evaporation capacity
is exceeded
+4 Unknown hCritS Infiltration capacity
is exceeded

Variable head or flux boundary conditions on the soil surface (bottom of the soil profile)
are implemented when KodTop (KodBot)=+3 or -3 and Toplnf (Botinf)=.true., respectively. In
that case, the input file ATMOSPH.IN must contain the prescribed time-dependent values of the
pressure head, AT (hB), or the flux, rT (rB), imposed on the boundary. The values of AT (hB)
or rT (rB) are assigned to particular nodes at specified times according to rules given in Table
10.4.

Table 10.4. Definition of the variables KodTop (KodBot),rTop (rBot), and /(1)
when variable bead or flux boundary conditions are applied.

Node Type KodTop (KodBor) rTop (rBot) h(n)
Variable Head Boundary +3 Unknown hT (hB)
Variable Flux Boundary - 3 rT (rB) Unknown

Water Uptake by Plant Roots - The program calculates the rate at which plants extract
water from the root zone by evaluating equation (2.2). Vaues of the potential transpiration rate,
rRoot, must be specified at preselected times in the input file ATMOSPLILIN. These time
dependent values must be provided by the user and can be calculated in various ways such as

from the temperature and crop coefficients. Actual transpiration rates are calculated internally
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by the program as discussed in Section 2.2. The root uptake parameters are taken from an input
file, SELECTOR.IN. Values of the function Beta(n), which describes the potential water uptake
distribution over the root zone, must be specified for each node in the flow domain (see the
description of input Block | in Table 12.9 of Section 12). If the root growth model is used then
one of two functional expressions for the spatial distribution of the potential root water uptake
is used (equation (2.7) or (2.8)) (see the description of input Block D in Table 12.4 of Section

12). All parts of .the flow region where Beta(n)>0 are treated as the soil root zone.

Root Growth Model - The program calculates the time variable rooting depth if the logical
variable [Root in input file SELECTOR.IN is equal to .true.. Either the Verhulst-Pearl logistic
function (2.13) (kRoot=0) or its combination with the degree day concept (2.11) (kRoot=1)is
used depending on the value of the integer variable kRoot (see Section 2.2). Either van
Genuchten‘s (2.8) (kBeta=0) or an exponentia (2.7) (kBeta=1) spatial distribution of the root
water uptake is used with time-variable rooting depth, depending on the integer variable kBeta.
If the Verhulst-Pearl logistic function is used, then the root growth factor, r, can be calculated
either from the known value of root depth (xRMed) at a specified time (tRMed) or from the
assumption that 50% of the rooting depth is reached after 50% of the growing season.

When aroot growth model is used and when logical variable /Surf specified in input file
ATMOSPH.IN is equal to .true., the input variable, rRoot, from the same file is considered as
potential evapotranspiration and is divided between potential transpiration, »Root, and potential

evaporation, rSoil, proportionally to the ratio betwcen the actual and maximum rooting depth.

Deep Drainage from the Soil Profile - Vertical drainage, q,,,(h), across the lower boundary
of the soil profile is sometimes approximated by aflux which depends on the position of the
groundwater level (e.q., Hopmans and Stricker, 1989). If available, such a rclationship can be
implemented in the form of a variable flux boundary condition for which the code internally set
variable KodBor equal to -7. This boundary condition is implemented in UNSCHEM by setting
the logical variable ¢GWLF in the input file SELECTOR.IN equal to .true.. The discharge rate
g,(n) assigned to the bottom node » is detcrmined by the program as ¢, (11)=¢, (/7). where /1 iS the

local value of the pressure head, and g,,(/1) is given by
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q(h) =~4 ,exp(B,, |h-GWLOL|) (10.1)

where A, and B, are empirica parameters which must be specified in the input file
SELECTOR.IN, together with GWLOL which represents the reference position of the groundwater
level (usualy set equal to the z-coordinate of the soil surface).

Free Drainage - The unit vertical hydraulic gradient boundary condition can be
implemented in the form of a variable flux boundary condition for which the program set
internally variable KodBot equal to -5. This boundary condition is implemented in UNSCHEM
by setting the logical variable FreeD in the input file SELECTOR.IN equal to .true.. The
discharge rate ¢,(n) assigned to bottom node » is determined by the program as g, (n)=-K(%),
where h is the local value of the pressure head, and K(h) is the hydraulic conductivity
corresponding to this pressure head.

Seepage Faces - Theinitial settings of the variables KodBot, rBot and h(r) for a node on
a seepage face are summarized in Table 10.5. This boundary condition is implemented in

UNSCHEM by setting the logical variable SeepF intheinput file SELECTOR.IN, equal to .true..

Table 10.5. Initial setting of KodBot, rBot, and k(i) for seepage

faces.
Node Type KodBot rBot h(n)
Seepage Face +1 0.0 0.0
(initially saturated)
Seepage Face -1 0.0 Initial Vaue

(initially unsaturated)

Heat Transport Boundary Conditions - The type of applicd boundary condition isspecified
by the input variables k7opT and kBotT for the upper and lower boundary conditions,

respectively. Positive values for these variables means that the first-type boundary condition is
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used. When the variable kTopT (kBotT) is negative, then the third-type boundary condition is
applied. When the variable £BotT is equal to zero, the Neumann boundary condition with zero

gradient is used. All initial and boundary conditions must be specified in “C.

Carbon Dioxide Transport Boundary Conditions - The type of applied boundary condition
is specified by the input variable kTopCO and kBotCO for the upper and lower CO, transport
boundary conditions, respectively. Positive values for these variables means, as explained for
heat transport, that the first-type boundary condition is used. When the variable kTopCO is
negative then the boundary condition with the stagnant boundary layer (5.15) is used. When the
variable kBotCO is negative then the third-type boundary condition is applied. When this

variable is equal to zero, the Neumann boundary condition with zero gradient is used.

Solute Transport Boundary Conditions - The type of applied boundary condition is
specified by the input variable kTopCh and kBotCh for the upper and lower solute transport
boundary conditions, respectively. Positive values for these variables means, as discussed for heat
transport, that the first-type boundary condition is used. When the variable kTopCh (kBotCh) is
negative, then the third-type boundary condition is applied. When the variable kBo:Ch is equal

to zero, the Neumann boundary condition with zero gradient is used.

10.4. Program Memory Requirements

One single parameter statement is used at the beginning of the code to define the problem
dimensions. All magor arrays in the program are adjusted automatically according to these
dimensions. This feature makes it possible to change the dimensions of the problem to be
simulated without having to recompile all program subroutines. Different problems can be
investigated by changing the dimensions in the parameter statement at the beginning of the main
program, and subsequently linking all previously compiled subroutines with the main program
when creating an executable file. Table 10.6 lists the array dimensions which must be defined

in the parameter statement.
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Table 10.6. List of the array dimensions.

Dimension Current setting Description

NumNPD 1000 Maximum number of nodes in finite element mesh

NMatD 20 Maximum number of materials

NTabD 100 Maximum number of items in the table of hydraulic
properties generated by the program for each soil material

NObsD 5 Maximum number of observation nodes
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11. EXAMPLE PROBLEMS

The model UNSCHEM is developed from the variably saturated solute transport model
HYDRUS-1D [Sinuinek et al., 1997], and thus the water flow and solute transport parts of the
model have been tested earlier. Therefore all example problems solved in this section concentrate
on the demonstration of the chemical features of the model.

Four example problems are presented in this section. The first example simulates an
infiltration process into a relatively dry soil column. This example shows predicted differences
between the equilibrium and kinetic precipitation-dissolution model. The second example
calculates an irrigation problem with root water uptake and demonstrates the importance of
considering the proper model for calcite precipitation-dissolution. The third example simulates
an irrigation problem with a periodic upper boundary condition and demonstrates the importance
of the CO, concentration/transport on the solution chemistry. The last example demonstrates the

predictive capabilities of UNSCHEM for carbon dioxide production and transport processes.

11.1. Example 1 - Column Infiltration

This example is based on the one used in the documentation of the code SWMS 2D
[Simzinek et al., 1992] to compare results obtained with the SWMS_2D and UNSAT2 [Davis and
Neuman, 1983] codes. It originally simulated a one-dimensional laboratory infiltration
experiment discussed by Skaggs et al. [1970]. This example was altered for the purposes of this
report to include multicomponent chemical transport.

The soil water retention and relative hydraulic conductivity functions of the sandy soil are
6=0.02, 0,=-0.02, 6.=6,=0.35, 6,=0.2875, o=0.0410 cm’, n=1.964, K=0.000722 c m s,
K=0.000695 cm s'). The sand was assumcd to be at an initial pressure head of -150 cm. The
soil hydraulic properties were assumed to be homogcnous and isotropic. The column was
subjected to ponded infiltration (a Dirichlct boundary condition) at the soil surface, resulting in
one-dimensional vertical water flow. The open bottom boundary of the soil column was
simulated by implementing a no-flow boundary condition during unsnturated flow (/<0), and a

seepage face with #=0 when the bottom boundary becomes saturated (this last condition was not
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reached during the simulation). The solution composition of the water initially present in the soil
profile is that of a calcite supersaturated well water from the Wellton-Mohawk Irrigation District
(well # 15 [Suarez, 1977b]: Ca;=12.2, Mg=9.66, Na,=37.5, K;=0.27, Cl,=31.1, SO,,=22.1,
alkalinity=6.5 mmol L™"). Calcite undersaturated Colorado river water from the Grand Valley
([Rhoades and Suarez, 1977]: Ca;=2.63, Mg~1.05, Na=2.55, K;=0.06, Cl;=1.94, SO,=2.03,
alkalinity=2.33 mmol L") was used as the solution composition of the infiltrating water. The
simulation was run at a temperature of 25 °C and the soil CO, partial pressure was assumed to
be equal to 1 kPa. The precipitation-dissolution of calcite was considered either as an
equilibrium or kinetic process with a calcite surface area of 0.02 m?¢"' of soil. The bulk density
of the soil was taken as 1.3 g cm™ and molecular diffusion as 0.02 cm’s?. Longitudinal
dispersivity was equal to zero. Activity coefficients were calculated with the Debye-Hiickel
eguation. Cation exchange was not considered in this example.

Figures 11.1 and 11.2 show the water content and tracer concentration profiles,
respectively, at various times. Calcium concentration and akalinity profiles at various times for
both equilibrium and kinetic calcite precipitation-dissolution are shown in Figures 11.3 and 11.4,
respectively.  Calcite profiles at various times for both equilibrium and kinetic calcite

precipitation-dissolution are shown in Figure 11.5.
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calcite precipitation-dissolution for example 1.
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11.2. Example 2 - One Year Irrigation

In this example we examine differences in solution composition and location of
precipitation when simulating calcite precipitation using kinetic as compared to an equilibrium
model. We assume a 100 cm deep soil profile with an initial pressure head of -500 cm. The
hydraulic parameters of a hypothetical loam soil were derived from the retention curve given by
Hillel and van Bavel [1976](6,=0.000, §,=0.480, »=1.592, ¢=0.015022 cm™!, and K,=60.48 cm
day™). The upper boundary condition was an irrigation intensity of 1 cm day", whereas free
drainage was utilized as the lower boundary condition. The potential root water uptake was
distributed linearly throughout the whole soil profile with a maximum at the soil surface and zero
uptake at the bottom of the rootzone. The total water uptake was assumed to be 0.9 cm day”,
which together with the irrigation intensity of 1 cm day-’ results in a leaching fraction of 0.1.
The water stress response function a (#) was assumed to be equal to 1 for all pressure heads, i.e.,
there was no reduction of the potential root water uptake. Cauchy and Neumann boundary
conditions were assumed at the surface and at the bottom of the soil profile, respectively. The
bulk density of the soil was taken as 1.3 g em™ and molecular diffusion as 30 cm’day. Both
longitudinal and transverse dispersivities were equal to zero.

The solution composition of the irrigation water, as well as of the water initially present
in the soil profile, was that of a Colorado River derived well water which is aready calcite
supersaturated (drainage well # 15 from the Wellton-Mohawk Irrigation District in Arizona, as
analyzed by Suarez [1977b]), as in the first example. The simulation was run at a temperature
of 25 “C. The soil CO, partial pressure was assumed to be cqual to the atmospheric value at the
soil surface (33 Pa) and to increase linearly with depth up to 2 kPa at the bottom of the soil
profile. Pitzer expressions were used to calculate activity coefficients. Cation exchange was not
considered in this example.

A detailed description of the results was given in Suarez and Simiinek[1997]. Figure 1 1.6
shows the water content profiles at various times during the simulation. The water content in the
soil reached steady state after about 100 days. The dccrcasc in water content with depth is due
to plant root water uptake. The concentration proliles for the tracer arc shownin Figure 11.7.

The tracer becomes gradually more concentrated as it moves through the rootzone due to
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evapotranspiration, reaching the steady state concentration of 10 at the bottom of the rootzone,
as expected for a leaching fraction of 0.1. The Ca concentration profile using the equilibrium
model, shown in Figure 11 .8a, increases steadily with time reaching steady state after 100 days.
At steady state the Ca concentration ranges from 6 mmol €' at the surface to 32 mmol ¢ at the
60 cm depth. Using the kinetic model with an assumed calcite surface area of 1* 107m’m of
soil, Ca concentrations are amost doubled near the surface and similar to the equilibrium case
at the bottom of the profile. The Ca values are roughly similar to the equilibrium case at the
bottom of the profile because of gypsum precipitation at the lower depths. The simulated output
for the kinetic model is dependent on the surface area and DOC content of the soil water.

The akalinity values shown in Figure 11.9 indicate large differences between the two
simulations, with the kinetic model again predicting much larger concentrations, especially in the
shallow depths but still twice as large at the bottom of the profile. These alkalinity differences
are related to the calcite supersaturation throughout the soil profile, as shown in Figure 11. 10,
which shows the pIAP vaues for CaCOj; as a function of depth and time. The final steady state
pIAP values range around 7.0 in the near surface environment to 8.1 at the 100 cm depth, similar
to those reported by Suarez [ 1985]. In contrast, the equilibrium model results in calcite
equilibrium (pIAP=8.47) at al times and locations in the profile.

Due to the initial equilibrium assumption, the kinetic simulation took longer to reach
steady state, as evident by the pIAP-time relations in Figure 11.10, as well as the comparison of
alkalinity-time relations in Figure 11.9. In addition to differences in solution composition, the
models also give differences in the carbonate distribution with depth as shown in Figure 11.1 la
and b. The equilibrium model predicts a large quantity of calcite precipitation in the first node
followed by a very large quantity of calcite dissolution in the shallow depths, followed by sight
precipitation at depth. This unrealistic result demonstrates the limitations of a equilibrium model
for simulation of calcite precipitation. The result can be partially avoided by the equally
unrealistic forcing of the input solution to calcite saturation before initiating the program. In
contrast to the equilibrium model, the kinetic model simulates a condition of decreasing
precipitation with depth.

Gypsum precipitation using the calcite kinetic model is simulated as occurring in the 60-

100 cm zone with a maximum at 67 cm. In contrast. with the equilibrium model. the location
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of gypsum accumulation is shifted downward, due to the smaller Ca and alkalinity concentrations
for the equilibrium as compared to the kinctic model. Figure 11.12 shows gypsum profiles for
the calcite equilibrium model with and without iteration between the solute transport and chemical
modules (see Section 9.2). Figure 11.12 indicates relatively small differences with and without
the iteration process. The simulation with iteration has a better defined maxima in the

precipitation front.
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Fig. 11.6. “Water content profiles at various times for example 2.
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Fig. 11.9. Alkalinity profiles at various times for equilibrium and kinetic
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0
20
_)
— Kinetic Equilibrium
£ 40
O,
=
% 60
O
80
'00 : 1 Il 1 .
6.5 7 7.5 8 8.5

pIAP, (Ca®!) (COF)

Fig. 1 1.10. CaCO, pIAP profiles at various times for cquilibrium and kinctic calcite
precipitalion-dissolution for example 2.
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11.3. Example 3 -0 Day Irrigation Cycle

The third example considers both the interaction of transient water flow and water content,
as well as the dynamic CO, submodel [Simiinek and Suarez, 1993], with the equilibrium and
kinetic carbonate subroutines [Suarez and Simiinek,1997]. In these simulations we considered
intermittent irrigation of 10 cm, every 10 days, of Colorado River water (where Ca=2.63,
Mg=1.03, Na=2.55, Cl=1.94, alkalinity=2.33 and SO,=2.0, mmol_£"'). Although the model can
calculate CO, production as a function of environmental stress, for the purposes of comparing the
different simulations we fixed the carbon dioxide production at 0.007 m*m™ which is a realistic
field value [Suarez and Simiinek,1993].

After 100 days a steady state cycle was reached in that the water content and solution
composition cycled between irrigations. Shown in Figure 11.13 is the water content distribution
with depth for a 10 day interval between irrigations after 250 days of simulation. After irrigation
the water content increases in the shallow soil zone with subsequent redistribution and water
uptake by plants. Ten days after an irrigation the water content is back to the initial conditions
immediately before the next irrigation. Using the dynamic CO, production transport model we
simulate changing CO, concentrations with depth and time. As shown in Figure 11.14, the CO,
concentrations are greatest two days after an irrigation when the water content near the surface
is still high. High water content restricts gas diffusion, and after sufficient time restricted
diffusion results in elevated CO, concentrations. Upon drainage, the soil CO, distribution quickly
reverts back to the pattern shown on days 4-10, with increasing CO, concentration with depth to
the bottom of the rootzone. These dynamic distributions with space and time in turn produce
effects on the soil solution- composition.

The simulations in Figure 11.15 show that the Ca concentration is rclatively constant
during the 10 day cycle using the equilibrium model at fixed CO,. Increasing concentration with
depth due to root water uptake is moderated by calcite precipitation. In contrast the Ca
concentrations changed with time by more than a factor of two in the upper portion of the profile
when the kinetic model was utilized. The kinctic model also predicts higher concentrations
throughout the profile. At shallow depths this is duc to both calcite supersaturation and

fluctuations in CO,; in the lower portions of the profile it is primarily due to calcite
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supersaturation during precipitation. The corresponding akalinity concentrations for the same
two simulations are shown in Figure 11.16. Similar to the Ca profiles, the alkalinity
concentrations and changes with time, are greater using the kinetic model than the equilibrium
model.

The differences in Ca and akalinity concentrations between the equilibrium and kinetic

models are consistent with the pIAP changes presented in Figure 11.17, for the same 10 day
cycle. Changes in pH with depth and time are also quite variable, as shown in Figure 11.18 for
the kinetic model. This range in pH has important implications for plant nutrition as well as

chemical transport.
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Fig. 11.13. Water content profiles at various times for example 3.
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11.4. Example 4 - Missouri CO, Experiment

The predictive capabilities of UNSCHEM were further evaluated by comparing
simulations to the field data published by Buyanovsky and Wagner [ 1983] and Buyanovsky et al.
[ 1986] for wheat, soybeans and corn grown in Missouri. Experimental details, data and model
interpretation of this experiment are presented in Suarez and Simzinek [1993]. Since it was our
objective to compare the CO, concentrations in the soil as well as the smulated and measured
CO, evolution from the soil, we first generated a prediction for the year 1982 for the soil
cultivated to wheat. We initiated the simulation at the beginning of March (the first month with
positive air temperatures) and terminated it at the end of October. Buyanovsky and Wagner
[ 1983] presented data for daily precipitation and average weekly air temperatures, as well as CO,
concentrations in the soil air, soil water content and soil temperature at the 20 cm depth. From
the air temperatures we calculated values of potential evapotranspiration using Thornthwaite's
formula [de Marsily,1986]. Buyanovsky and Wagner [ 1983] reported the textural characteristics
of their Mexico silt loam as well as organic matter content, bulk density, and air porosity at field
capacity. After inspection of these data we divided the soil profile into three horizons: A, B 1 and
B2. Since we did not have the hydraulic characteristics of this soil we used the mean textural
characteristics and the linear regression equations reported by Rawls et al. [1982] to obtain the
soil water contents at 10 different soil water pressure heads. These data were then used to
determine regression parameters of the retention equation by nonlinear least-square curve fitting
[van Genzrchten, 1978]. The calculated retention curves were scaled in order to insure that they
correspond to the porosity calculated from the data on bulk density and specific density and to
the measured air porosity at field capacity [Buyanovsky and Wagner, 1983].

The depth of the root zone as a function of time was again calculated with the root growth
model as developed by Simiinek and Suarez [1993] with T,
4.4°C) caculated from Pirasteh and Welsh [ 1980]. The wheat was planted in the middle of
October of 1981, therefore we assigned the root depth at the beginning of the simulation on 1
March to be 5 cm. The wheat was harvested around 10 July. We also assumed, that 65% of the

=1275°C day (base temperature of

roots are in the top 0.1 m, which lcads to the coefficient «=10.5m™" for the exponential root

distribution.  The root-depth distribution sclccted is consistent with the observations of
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Buyanovsky et al. [1986], that about 50% of the roots were located in the upper 0.1 m layer
during the early stage of crop development, whereas in the later stages up to 75-80% of the roots
were in this layer.

A relatively wet soil profile with a constant pressure head of -1 .O m was used as the initial
condition. The lower boundary condition was taken as free drainage at a depth of 1.6 m. Figure
11.19 shows the water content at a depth of 0.2 m as reported by Buyanovsky and Wagner [ 1983]
and as predicted by the model. The correspondence of measured and calculated values is quite
good in view of the relatively inaccurate methods used for estimation of the hydraulic
characteristics and potential evapotranspiration (because of the lack of available data).

Since the Mexico silt loam has a high clay content (from 22 to 53 %), we used the
parameters for the thermal conductivity from Chung and Horton [1987] for clay (b,=-0.197, b,=-
0.962, and 5,=2.521 Wm'K™"). The measured air temperature was taken as the upper boundary
condition with a daily amplitude of 5 “C. A zero temperature gradient was used as the lower
boundary condition. The measured and calculated temperatures at the 0.2 m depth are shown in
Figure 11.20. There is an excellent correspondence between measured and calculated values,
which is important since temperature has a significant effect on CO, production. Unfortunately
experimental data was not available for deeper depths, which would b¢ required for a more
rigorous test of the heat transport submodel.

The initial volumetric CO, concentration was constant at 1%. The lower boundary
condition for CO, transport was zero flux. The upper boundary condition at the soil surface was
constant CO, concentration at the atmospheric value of 0.035%. The CO, production and
reduction coefficients were selected based on the discussion in Section 5.5. Figure 11.21 shows
an excellent agreement between measured and calculated CO, concentrations at the 0.2 m depth.
There are no datistically significant differences between the mecasured and predicted CO,
concentrations at the 90% confidence level. The irregular pattern of the CO, concentrations
shown in Figure 11.21 reflects the fact that within the dry periods (first half of May, second half
of July and all of October), the CO, concentrations decrease to very low values, while during the
wet periods the CO, concentrations are relatively high.

Figure 11.22 shows the comparison of the calculated daily and weekly CO, fluxes to the

atmosphere with the flux measurements of Buyanovsky et al.[1986]. The large fluctuations
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shown in Figure 11.22 indicate that the accurate determination of flux requires an excessive
number of measurements if the surface water content is rapidly changing, as occurs with frequent
water applications. As with the CO, concentration data, there is an excellent correspondence
between measured and calculated flux values.

Further evaluation of the model is possible using CO, concentration measurements made
by Buyanovsky and Wagner [1983] for corn and soybeans grown in 1982, and for wheat grown
in 1981 [Buyanovsky and Wagner, 1983; Buyanovsky et al., 1986].  The results of these
numerical and experimental data were reported in Suarez and Simiinek [ 1993] and Simiinek and

Suarez [ 1993c¢] and will not be repeated here.
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Fig. 11.19. Measured {[Buyanovsky and Wagner,1983] and calculated water contents at a depth of
0.20 m for the Missouri wheat experiment, 1982 (example 4).
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Fig. 11.20. Measured [Buyanovsky and Wagner,1983] and calculated temperatures at adepth of 0.20
m for the Missouri wheat experiment, 1982 (cxample 4).
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Fig. 11.2 1. Measured [Buyanovsky and Wagner,1983] and calculated CO, concentrations at a depth
of 0.20 m for the Missouri wheat experiment, 1982 (example 4).
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Fig. 1 1.22. Measured [Buyanovsky and Wagner, 1986] and calculated daily and weekly CO, fluxes to
the atmosphere for the Missouri wheat experiment, 1982 (example 4).
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12. INPUT DATA

The input data for UNSCHEM are given in seven separate input files. The first four input

files give input data for Pitzer’ equations and are provided together with the program and should

not be changed by the user. These input files which were adopted from Felmy[1990] must be

placed in the same directory as the executable program.

COMP.DAT

BINARYP.DAT

TERNARYP.DAT

LAMBDA.DAT

contains the species ID numbers, species names, and species charge (see
Table 12.11).

contains the ID number of each species in each binary interaction
considered (e.g., CaHCO,") and the Pitzer ion interaction parameters 3,
BY, B2 and C* for binary systems (see Table 12.12).

contains the Pitzer ion-interaction parameters for the common ion ternary
systems, 6, and ¢. The first two columns include the cation-cation or
anion-anion ID numbers associated with the ion-interaction parameter, 6,
in column three. Subsequent columns include the anion or cation ID
number and the triple ion-interaction parameter, i, associated with that
triple ion interaction (see Table 12.13).

contains the Pitzer ion-interaction parameters for the neutral species, A
and 6. The first column of this file contains the ID number for the neutral
species, and the second column contains the ID number for the cation or
anion involved in the neutral-cation or neutral-anion interaction
paramcterized by the Pitzer A parameter included in the third column.
Subsequent columns are for higher-order neutra interactions (see Table
12.14).

The last three input files consist of one or more input blocks identified by the letters from A

through J. The input files and blocks must be arranged as follows:

SELECTOR.IN

IOTMMmMmUOm>

. Basic information
. Water flow information
. Time information
. Root growth information
. Root water uptake information
Heat transport information
. Carbon dioxide transport and production information
. Solute transport and chemical information
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PROFILE.DAT
I. Noda information

ATMOSPH.IN
J. Atmospheric information

All input files must be placed into one subdirectory. Output files are printed into the
same subdirectory. An additiona file Level _Ol.dir which specifies the path to the input and
output file subdirectory must be given in the same directory as the executable UNSCHEM code.
Another file, UNSATCH.DAT, which is not read by the executable code, enables communication
between particular modules of the user-interface and will be described in part B of this manual.
The input files can be created manually or with the graphics-based user-friendly interface
UNSATCH also described in part B.

Tables 12.1 through 12.10 describe the data required for each input block. All data are
read in using list-directed formatting (free format). Comment lines are provided at the beginning
of, and within, each input block to facilitate, among other things, proper identification of the
function of the block and the input variables. The comment lines are ignored during program
execution; hence, they may be left blank but should not be omitted. The program assumes that
al input data are specified in a consistent set of units for mass M, length L, and time T. The
exceptions from this rule are the chemical data in Table 12.S (Block H). The units required in
this table are mandatory. The input values of temperature are required in degrees Celsius.

Most of the information in Tables 12.1 through 12.10 should be self-explanatory. Table
12.9 (Block 1) is used to define, among other things, the nodal coordinates and initial conditions
for the pressure head, temperature and CO, concentration. When two nodes (e.g., », and #,), not
adjacent to each other, are located such that », is greater than n,+1, the program will
automatically generate nodes between », and »,, provided all of the following conditions are met
simultaneously: (1) the values of the input variables #Old(n), Beta(n), Temp(n), and CO2(n) vary
linearly between nodes n, and n,, and (2) the values of LayNum(n), MatNum(n), nC(n), nS(n),

and nX(n) are the same for al n=nn,+1,...,n,-1 (see Block I).
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Table 12.1. Block A - Basic information.

Record  Type Symbol Description

1,2 Comment lines.

3 Char Hed Heading.

4 Comment line,

5 Char LUnit Length unit (eg. ‘cm’).

6 Char TUnit Time unit (e.g. ‘min’).

7 Char MUnit Mass unit for the concentration varigbles (e.g. ’g’, ’mol’,’-").

8 Comment line.

9 Logical IWar Set this logicd variable equal to .true. if transient water flow is to be considered.

Set equal to .false. if initid condition given in Block I (Table 12.9) is to be kept
constant throughout the simulation.

9 Logical [Chem Set this logical variable equal to .true. if chemical solute transport is to be
considered.

9 Logicd  {Temp Set this logical variable equal to .true. if heat transport is to be considered.

9 Logical ICO2 Set this logical variable equal to .true. if carbon dioxide transport is to be
considered.

9 Logical  ISink Set this variable equal to .true. if the water extraction from the root zone occurs.

9 Logical  [Root Set this variable equal to .true. if the root growth is to be considered.

9 Logical  ShortF .true. if printing of output at each time level (time-level infonnation) is to be

suppressed and the information printed only in specified print times,
false. if this information is to be printed on each time level.

9 Logical  IScreen .true. if infonnation is to be printed on the screen during code execution.
9 Logical  Atminf .true. if variable boundary conditions are supplied via the input file
ATMOSPH.IN,

false. if the file ATMOSPH.IN is not provided (i.e, in case of time independent
boundary conditions).

10 Comment line.

1 Integer NMat Number of soil materials. Materials arc identified by the material number,
MuatNum, specified in Block 1.

1 Integer  NLay Number of subregions for which separate water balances are being computed.
Subregions are identified by the subregion number, LayNum, specified in Block
l.

1 Ked CosAlfa Cosine of the angle between the flow direction and the vertical axis (i.e., COS «
=1 for vertical flow, cos =0 for horizontal {low, and 0 < cos <1 for
inclined flow.
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Table 12.2. Block B - Water flow information.

Record  Type Symbol Description

1,2 Comment lines.

3 Integer  Maxlt Maximum number of iterations allowed during any time step (usually 20).

3 Resdl TolTh Absolute water content tolerance for nodes in the unsaturated part of the flow
region [-] (its recommended value is 0.0001). To/Th represents the maximum
desired absolute change in the value of the water content, 6, between two
successive iterations during a particular time step.

3 Real TolH Absolute pressure head tolerance for nodes in the saturated part of the flow
region [L] (its recommended value is 0.1 cm). TolH represents the maximum
desired absolute change in the value of the pressure head, h, between two
successive iterations during a particular time step.

4 Comment line.

5 Logical  Toplnf .true. if time dependent boundary condition is to be imposed at the top of the
profile; data are supplied via input file ATMOSPH.IN.

.false. in the case of time independent surface boundary conditions.

5 Logical  WLlayer Set this variable equal to .true. if water can accumulate at the surface with zero
surface runoff.

5 Integer  KodTop Code specifying type of boundary condition (BC) for water flow at the surface.
Code number is positive for Dirichlet BC and negative for Neumann BC. Inthe
case of ‘Atmospheric BC' set KodTop=-1.

6 Comment line.

7 Logical  Botlnf .true. if time dependent boundary condition is to be imposed at the bottom of the
profile; control data are supplied via input file ATMOSPH.IN.

.false. in the case of time indepcndent bottom boundary conditions.

7 Logicad qGWLF Set this variable equa to .true. if the discharge-groundwater level relationship
q,(GWL) is applied as bottom boundary condition.

7 Logical  FreeD .true. if free drainage is to be considered as bottom boundary condition.

7 Logical  SeepF .true. if seepage face is to be considered as bottom boundary condition.

7 Integer  KodBot Code specifying type of boundary condition for water flow &t the bottom of the
profile. Code number is positive for a Dirichlet BC and negative for a Neumann
BC. In case of a seepage face or free drainage BC set KodBor=-1.

8a Comment line.

%9a Real r Top Prescribed top flux [LT'] (in case of a Dirichlet BC set this variable equal to
zero).

%9a Real rBot Prescribed bottom flus [LLT'] (in case of a Dirichlct BC sct this variable equal
to zero).

9a Real rRoot Prescribed potential transpiration rate [I.T"'] (if no transpiration occurs or if

transpiration is variable in time set this variable equal to zero).
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Table 12.2. (continued)

Record  Type Variable Description
Records 8a and 9a are provided only when both boundary conditions are
independent of time and at least one of them is a Neumann BC.

8b Comment line.

9b Redl G WLOL Reference position of the groundwater table (e.g., the z-coordinate of the soil
surface).

9b Redl Agh Vaue of the parameter A, [LT"']in the g, (GWL)-relationship, equation (10.1);
set to zero if qGWLF=.false.

9b Real Bgh Vaue of the parameter B, , [L'Tin the ¢,(GWL)-relationship, equation (10. 1); set
to zero if gqGWLF =false.
Records 8b and 9b are provided only when the logical variable gGWLF=.true..

10 Comment line.

1 Redl ha Absolute value of the upper limit [L] of the pressure head interval below which
a table of hydraulic properties will be generated internally for each material (4,
must be greater than 0.0; e.g. 0.001 cm) (see Section 7.4.7).

1 Real hb Absolute value of the lower limit [L] of the pressure head interval for which a
table of hydraulic properties will be generated internally for each material (e.g.
1000 m). One may assign to /i, the highest (absolute) expected pressure head to
be expected during a simulation. If the absolute value of the pressure head
during program execution lies outside of the interval(/,,/,], then appropriate
vaues for the hydraulic properties are computed directly from the hydraulic
functions (i.e., without interpolation in the table).

1 Integer  NPar Number of parameters specified for each materia (i.e, 9 in case of the modified
van Genuchten’'s model).

12 Comment line.

13 Real Par(l,M)  Parameter 6, for material A [-].

13 Resd Par(2,M)  Parameter §, for material M [-].

13 Real Par(3,M)  Pdrameter 6, for material M [-].

13 Real Par(4,M)  Parameter 6,, for material A4[-].

13 Real Par(5,M)  Parameter o for material M [L'].

13 Real Par(6,M)  Parameter n for material A4 [-].

13 Redl Par(7,M)  Parameter K, for material A4 [LT.].

13 - Redl Par(8,M)  Parameter K, for material M [LT.‘].

13 Redl Par(9,M)  Parameter 4§, for material A4 [-].

Record 13 information’ is provided for cach materia A/ (from 1to NAfar).
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Table 12.3. Block C - Time information.

Record  Type Symbol Description

1,2 Comment lines.

3 Red dt Initial time increment At [T]. Initial time step should be estimated based
on the problem being solved. For problems with high pressure gradients (e.g.
infiltration into an initialy dry soil), At should be relatively small.

3 Real dtMin Minimum permitted time increment, at¢,,, [T].

3 Real dtMax Maximum permitted time increment, af,,, [T].

3 Red dMul If the number of required iterations at a particular time step is less than or equa
to 3, then At for the next time step is multiplied by a dimensionless number dMul
>1.0 (it is recommended that this vaue not exceed 1.3).

3 Real dMul2 If the number of required iterations at a particular time step is greater than or
equa to 7, then At for the next time step is multiplied by dMu/2< 1.0 (e.g.
0.33).

3 Integer  ItMin If the number of required iterations at a particular time step is less than or equa
to [tMin, then At for the next time step is multiplied by a dimensionless number
dMul > 1.0.

3 Integer  ItMax If the number of required iterations at a particular time step is greater than or
equal to /tMax, then At for the next time step is multiplied by dMuwi2 < 1.0.

3 Integer  MPL Number of specified print-times at which detailed information about the pressure
head, water content, flux, temperature, CO, and solute concentrations, and the
water, CO, and solute balances will be printed.

4 Comment line.

5 Real tinit Initial time of the simulation [T].

5 Red tMax Final time of the simulation [T].

6 Comment line.

7 Red TPrint( 1)  First specified print-time [T].

7 Real TPrint(2)  Second specified print-time [T].

7 Rea TPrint(MPL) Last specified print-time [T]. (Maximum six values on one line.)
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Table 12.4. Block D - Root growth information.+

Record  Type Symbol Description

1,2 Comment lines.

3 Integer  kRoot Type of the root growth model.
=0: Verhulst-Pearl logistic growth function.
=1: Degree day concept combined with logistic growth function.

3 Integer  kBeta Spatial distribution of the root water uptake.
=0: van Genuchten’s function.
= 1. exponential distribution.

4 Comment line (only if kRoot=l).

S Real 71 Temperature, 7,(°C), below which plants register no effective growth.

5 Resdl 2 Temperature, 7,(°C), above which plants register maximum growth which
remains unchanged up to a maximum temperature 7, (°C).

5 Real 73 Temperature, T;(°C), above which increased temperature has a negative effect
on growth.

Record 5 needs to be supplied only if kRoot=I.

6 Comment line.

7 Integer  iRFak Method to calculate the root growth factor r. Set equal to zero if ARoot= 1.
=0; the root growth factor r is calculated based on the assumption that 50% of
the rooting depth, (xRMax+xRMin)/2, is reached after 50% of the growing
season, (tRHarv+tRMin)/2.
=1; the root growth factor r is calculated from given data [tRMed, xRMed].

7 Real tRMin Initial time of the root growth period [T].

7 Resdl tRMed Time of known rooting depth (set equa to zero if iRFak=0) [T].

7 Resdl tRHarv Time at the end of root water uptake period [T].

7 Resdl xRMin Initial value of the rooting depth at the beginning of the growth period
(recommended value = 1 cm) [L].

7 Resdl xRMed Vaue of known rooting depth (set equal to zero if iRFak=0)fL].

7 Real xRMax Maximum rooting depth which may be reached at infinite time [L].

7 Real RDDMax  The value of the cumulative temperature (degree days) when the root depth
reaches the maximum value (set equa to zero if kRoor=0) [K].

8 Comment line (only if 4Beta=1).

9 Resdl alpha Coefficient of the exponential depth distribution function [L'] (only if kBeta=1).

* Block D is not read if logical variable /Roor (Block A) is set equal to .false. .
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Table 12.5. Block E - Root water uptake information.+

Record  Type Symbol Description

1,2 - Comment lines.

3 ‘Real PO The coefficient & in the root water uptake reduction function due to water stress
[-]. The recommended value is 3. (see van Genuchten [1987}).

3 Resdl P50 The value A, in the root water uptake reduction function due to water stress [L].
There is a 50% reduction of the root water uptake for this pressure head.

3 Resdl Pphi0 The coefficient in the root water uptake reduction function due to salinity stress
[-]. The recommended value is 3. (see varn Gernuchten [ 1987]).

3 Resdl Pphis0 The value h,;, in the root water uptake reduction function due to salinity stress

[L]. There is a 50% reduction in the root water uptake for this osmotic head.

t Block E is not read if logica variable SinkF (Block A) is set equal to .false. .
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Table 12.6. Block F - Meat transport information.’

Record  Type Symbol Description

1,2 - Comment lines.

3 Redl TPar(1,M) Volumetric solid phase fraction of materia A, 0,[-].

3 Real TPar(2,M) Volumetric organic matter fraction of materia A, 6,{-].

3 Real TPar(3,M) Longitudina thermal dispersivity of material A, [L].

3 Real TPar(4,M) Coefficient b, in the thermal conductivity function [MLT*K'} (eg. Wm™K"") (see
equation (4.6)).

3 Real TPar(5,M) Coefficient b, in the thermal conductivity function [MLTK™"] (e.g. Wm™"'K™) (see
equation (4.6)).

3 Real TPar(6,M) Coefficient b, in the thermal conductivity function [MLT?K"](e.e. Wm™'K"") (see
equation (4.6)).

3 Real TPar(7,M) Volumetric heat capacity of solid phase of materia A7, C, [ML'T?K"] (eg. J
m’K™).

3 Real TPar(8,M) Volumetric heat capacity of organic matter of materia A7, C, [ML'T?K"] (e.q.
Jm?K .

3 Real TPar(9,M) Volumetric heat capacity of liquid phase of materia A7, C,[ML'T?K"] (eg. J
m>K?).
Record 3 is required for each soil material A4 (from 1to NMar).

4 Comment line.

5 Real A mpl Temperature amplitude at the soil surface [K].

5 Resl tPeriod Time interval for completion of one temperature cycle (usually 1 day) [T].

6 Comment line.

7 Integer  kTopT Code which specifies the type of upper boundary condition
=1: Dirichlet boundary condition,
=-1: Cauchy boundary condition.

7 Real tTop Temperature of the upper boundary, or temperature of the incoming fluid [°C].

7 Integer  kBotT Code which specifies the type of lower boundary condition
=1: Dirichlet boundary condition,
=0: continuous temperature profile, zero gradient,
=- 1: Cauchy boundary condition.

7 Red tBot Temperature of lower boundary, or temperature of the incoming fluid [°C].

t Block F need not be supplied if logical variables /Temp (Block A) is set equal to .false.
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Table 12.7. Block G - Carbon dioxide transport information.+

Record  Type Symbol Description

1.2 Comment lines.

3 Logica  IStagn Set this variable equal to .true. if the gas phase is to be considered stagnant, e.i.,
there is no gas convection. Otherwise the simplified gas convection expression
is considered (see Section 5.1).

4 Comment line.

5 Integer  kTopCO Code specifying type of boundary condition (BC) for the CO, transport at the
soil surface. Code number is positive for Dirichlet BC and negative for stagnant
boundary layer at the soil surface.

5 Real CO2 Top Value of the time independent BC at the surface [L’L?]. For kTopCO<0
CO2Top represents the thickness of the stagnant boundary layer [L].

5 Integer  kBorCO Code specifying type of boundary condition at the bottom of the profile. Code
number is positive for Dirichlet and negative for Cauchy BC. In the case of
‘Free drainage’ set kBotCO=0.

5 Redl CO2Bot Vaue of the time independent BC at the bottom of the soil profile [L’L?]. In
case of ‘Free drainage’ set CO2Bor=0.

6 Comment line.

7 Real Par(11,M) Molecular diffusion coefficient of CO, in air a 20°C, D, [L*T"].

7 Real Par(12,M) Molecular diffusion coefficient of CO, in water at 20°C, D, [L*T].

7 Red Par(13,M) Longitudina dispersivity of CO, of materia M, D, [L].

The same record as above must be provided for each materia Af (from 1 to
NMat).

8 Comment line.

9 Red GamRO0 Optima CO, production by plant roots for the whole soil profile at 20°C under
optimal water, solute, and CO, concentration conditions, +y,,[L’L~T"'].

9 Red GamS0 Optima CO, production by soil microorganisms for the whole soil profile at
20°C under optimal water, solute, and CO, concentration conditions, +,,[L.’ L2
T'].

9 Real PDDMax  The cumulative value of temperature when the CO, production reaches the
maximum vaue. Set equd to zero if degree day concept is not used to calculate
the time reduction coefficient for plant CO, production. In that case the time
reduction coefficient is equal to one during the whole season.

9 Integer  kProd Code specifying the type of spatial distribution function for CO, production by
soil microorganisms.
=0: Exponential function.
=l: van Genuchten’s distribution function.

10 Comment line.

Real rAlfa

Coefficient of the exponential function (only if kProd=0)[L™"].
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Table 12.7. (continued)

Record  Type Symbol Description

11 Resdl xR Maximum depth of the CO, soil production (only if kProd=1}) [L].

12 Comment line.

13 Real B2 Activation energy of the CO, production by plant roots, £,[ML*T*M™], divided
by universal gas constant, R [ML*T?K'M™"]; B,=E,/R [K].

13 Real Bl Activation energy of the CO, production by soil microorganisms, E, [ML*T*M],
divided by universa gas constant, R [ML*T?K"'M™"]; B,=E /R [K].

13 Red cMm2 Michaelis constant of the CO, production by plant roots [L’L>]. It is equa to
the CO, concentration a which the CO, production is reduced by half from the
optima value v,,.

13 Red cM1 Michaelis constant of the CO, production by soil microorganisms [L’L”]. Itis
equal to the CO, concentration at which the CO, production is reduced by half
from the optimal value v,,.

13 Real hB1 Vaue of the pressure head at which the CO, production by soil microorganisms
is at the optimal level [L].

13 Real hB2 Value of the pressure head below which the CO, production by soil
microorganisms ceases [L].

13 Real POc The coefficient 4 in the CO, soil production reduction function due to sdinity
stress [-]. The recommended vaue is 3.

13 Resdl P50c The value /4, in the CO, soil production reduction function due to salinity stress

[L]. There is a 50% reduction of the CO, production by soil microorganisms for
this osmotic head.

t Block G need not be supplied if the logical variable /CO2 (Block A) is set equal to .false.
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Table 12.8. Block H - Solute transport and chemica information.’

Record  Type Variable Description

1,2 Comment lines.

3 Resdl Epsi Temporal weighing' coefficient.

=0.0 for an explicit scheme.
=0.5 for a Crank-Nicholson implicit scheme.
=1.0 for a fully implicit scheme.

3 Logica IUpW .true. if upstream weighing formulation is to be used (see Section 8.3.2).
.false. if the original Galerkin formulation is to be used.

3 Logica IArtD .true. if artificia dispersion is to be added in order to fulfill the stability
criterion PeCr (see Section 8.3.6).

.false. otherwise.

3 Logical  ILagr .true. if Eulerian-Lagrangian approach of a single-step reverse particle
tracking technique is to be used to solve the solute transport equation. This
method is useful for convection dominated problems (see Section 8.3.3).
.false. if Eulerian approach of finite differences is to be used to solve the
solute transport equation.

3 Real PeCr Stability criteria (see Section 8.3.6). Set egual to zero when [Upl¥ is equal
to .true..

3 Logical [Tort .true. if tortuosity factor [Millington arm’ Quirk,1961] is to be used.
.false. if tortuosity factor is assumed to be equal to one.

4 Comment line.

5 Logica [Rate Set this logical variable equal to .true. if kinetic precipitation-dissolution of
cacite and kinetic dissolution of dolomite is to be considered.

Set this logica variable equal to .false. if only equilibrium reactions are to
be considered.

5 Logical  ISilic Set this logical varigble equal to .true. if silica content in solution is to be
caculated based on the solution pH.

Set this logical variable equal to .false. if silica content in solution is not
considered.

5 Real UCrit The value of ionic strength below which the extended Debye-Hiickelequation
is used to calculate ion activity coefficients. Pitzer's viria-type equations are
used above this vaue. It is suggested that either one or the other be used.

5 Integer  MaxCh Maximum number of iterations allowed during any time step between the
solute transport and chemical modules. When the maximum number of
iterations is reached for MaxC/>5 then the time step is divided by three and
the particular time’ level is restarted again. When maximum number of
iterations is reached for Mux(Ch<5 then the code continues on the new time
level. Recommended value (trom our experience) is 5. Set equal to one if
no iteration is required.

5 Real xConv Length conversion Ihctor. Multiplication factor to convert the length unit

LUnit into meters.
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Table 12.8. (continued)

Record  Type Variable Description

5 Real tConv Time conversion factor. Multiplication factor to convert the time unit TUnit
into seconds.

6 Comment line.

7 Real ChPar( 1,M) Bulk density of material A/ [ML-].

7 Resl ChPar(2,M) Molecular diffusion coefficient in free water, D, [L*T").

7 Real ChPar(3,M) Longitudinal dispersivity for materia type M, D, [L].

7 Real ChPar(4,M) Cation exchange capacity for material type M, c; (mmol kg of soil).

7 Red ChPar(5,M)  Cdcite surface area A” (m*¢™' of soil matrix). Set this variable equal to zero
when [Rate=.1alse..

7 Real ChPar(6,M) Dolomite surface area A” (m*¢™" of soil matrix). Set this variable equal to
zero when /Rate=.false. or dolomite is not present in the soil profile.

7 Real ChPar(1,M) Dissolved organic carbon (umol ¢™'). This variable is used to calculate the
reduction of the precipitation-dissolution rates of calcite.

7 Resdl ChPar(8,M) Gapon’ selectivity constant between calcium and magnesium, K,;{-].

7 Redl ChPar(9,M) Gapon’ sdlectivity constant between calcium and sodium, X,,[-]-

7 Real ChPar( 10,M)  Gapon’ selectivity constant between calcium and potassium, Ks[-].
Record 7 information is provided for each material M (from 1 to NMar).

8 Comment line.

9 Integer  kTopCh Code which specifies the type of upper boundary condition
=+ 1: Dirichlet boundary condition,
=-1: Cauchy boundary condition.

9 Integer  nTop Code which in case of time-independent upper boundary condition
(Toplnf=.false. - see Block A), refers to the field ConcTab for the value of
the solute transport boundary condition. ConcTab{(nTop,i) is the boundary
condition for the soil surface for species i. Permissible values are
1,2,3,...,nS0lConc.

9 Integer  kBotCh Code which specifics the type of lower boundary condition
= 1: Dirichlet boundary condition,
= 0: Continuous boundary condition, free drainage,
=-1: Cauchy boundary condition.

9 Integer  nBot Code which in case of time-independent upper boundary condition
(Botinf=.false. - see Block A), refers to the field ConcTub for the value of
the solute transport boundary condition. ConcTab(nBot,i) is the boundary
condition at the soil surfacc for species i. Permissible values are
1,2,3,....nS0lConc.

10 Comment line.

I Integer  nSolConc Number of different solutions used in a particular application.



Table 12.8. (continued)

Record  Type Variable Description

1 Integer  nAdsConc Number of surface species combinations used in a particular application.

1 Integer  nPrecConc Number of mineral phase combinations used in a particular application.

12 Comment line.

13 Red ConcTab(1,1)  Analytical concentration of calcium for the first solution concentration
combination, Ca, (mmol. "' of solution).

13 Redl ConcTab(1,2) Analytica concentration of magnesium for the first solution concentration
combination, Mg, (mmol ¢ of solution).

13 Rea ConcTab(1,3) Analytical concentration of sodium for the first solution concentration
combination, Na, (mmol.¢"' of solution).

13 Red ConcTab(1,4)  Andytical concentration of potassum for the first solution concentration
combination, K (mmol ¢ of solution).

13 Rea ConcTab(1,5) Andytica concentration of akalinity for the first solution concentration
combination, Alk (mmol.¢" of solution).

13 Red ConcTab(1,6) Analytical concentration of sulfate for the first solution concentration
combination, SO,, (mmol ¢ of solution).

13 Redl ConcTab(1,7)  Analytica concentration of chloride for the first solution concentration
combination, Cl, (mmol £ of solution).

13 Red ConcTab(1,8) Analytical concentration of hypothetical tracer for the first solution
concentration combination [-].
In general, one record as described above is required for each solution
concentration combination, starting with the first solution concentration
combination and continuing in sequence up to the nSo/Concth combination.

14 Comment line.

15 Red XConcTab(1,1) Adsorbed (surface species) calcium concentration for the first surface species
combination, Ca (mmol kg™ of soil matrix).

15 Red XConcTab(1,2) Adsorbed magnesium concentration for the first surface species combination,
Mg (mmolkg" of soil matrix). 3

15 Red XConcTab(1,3) Adsorbed sodium concentration for the first surface species combination, Na
(mmol kg™ of soil matrix). B

15 Red XConcTab(1,4) Adsorbed potassium concentration for the surface speciescombination, K
(mmolkg" of soil matrix).
In general, one record as described above is required for each surface species
combination, starting with the first surface species combination and
continuing in seguence up to the nddsConcth combination.

16 Comment line.

17 Real SConcTab(1,1) Solid phase cacite concentration for the first mineral phnsc combination

expressed in mmol_ of Caper kg of soil matrix, CaCO, (divide by 2*10~ to
obtain molesor calcite per kg of soil matrix).
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Table 12.8. (continued)

Record

Type

Variable

Description

17

17

17

17

17

Real

Real

Real

Real

Real

SConcTab(1,2)

SConcTab(1,3)

SConcTab(1,4)

SConcTab(1,5)

SConcTab(1,6)

Solid phase gypsum concentration for the first mineral phase combination
expressed in mmol_ of Ca per kg of soil matrix. CaSO, (divide by 2*10~ to
obtain moles of gypsum per kg of soil matrix).

Solid phase dolomite concentration for the first mineral phase combination
expressed in mmol, of Ca per kg of soil matrix, CaMg(C0O,), (divide by
2*10” to obtain moles of dolomite per kg of soil matrix).

Solid phase hydromagnesite concentration for the first mineral phase
combination expressed in mmol, of Mg per kg of soil matrix,
Mg, (CO,),(OH),* 4H,0 (divide by 10™ to obtain moles of hydromagnesite
per kg of soil matrix).

Solid phase nesquehonite concentration for the first mineral phase
combination expressed in mmol, of Mg per kg of soil matrix, MgCO,«3H,0
(divide by 2*10” to obtain moles of nesquehonite per kg of soil matrix).
Solid phase sepiolite concentration for the first mineral phase combination
expressed in mmol, of Mg per kg of soil matrix, Mg,Si,0, (OH)-3H,0
(divide by 4*107 to obtain moles of nesquehonite per kg of soil matrix).

In general, one record as described above is required for each mineral phase
combination, starting with the first mineral phase combination and continuing
in sequence up to the nPrecConcth combination.

‘Block H is not needed when the logica variable /Chem in Block A is set equal to .false. .
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Table 12.9. Block | - Nodal information.

Record  Type Variable Description

! Integer  NFix Number of fixed nodes.

2 Integer i Fixed node.

2 Real XFix( i) z-coordinate of the fixed node i.

2 Red wTop(i) Noda density above fixed node i.

2 Red wBort(i) Noda density below fixed node i.

Record 2 must be specified for each fixed node.

Records 1 and 2 have relevant information only for the module PROFILE of
the user interface. When the code is used without the user interface, then only
two fixed points (top and bottom of the soil profile) with unit nodal density
have to be specified.

3 Integer ~ NumNP Number of nodal points.

4 Integer n Nodal number.

4 Real x(n) z-coordinate of node » [L].

4 Real hOld(n) Initial value of the pressure head a node n [L]. If /War=false. in Block A,
then 40ld(n) represents the pressure head which will be kept constant during
simulation.

4 Integer  MarNum(n)  Index for material whose hydraulic and transport properties are assigned to
node #.

4 Integer  LayNum(n)  Subregion number assigned to node n.

4 Red Beta(n) Value of the water uptake distribution, h(z) [L'], in the soil root zone a node
n. Set Beta(n) equa to zero if node n lies outside the root zone.

4 Real CO2(n) Initial value of the carbon dioxide concentration at node »n{L’L"].

4 Red Temp(n) Initial value of the temperature at node »[°C] (if /Temp=.false. and
[Chem=.true. then set equal to any temperature valuc to be used later for
temperature dependent solute transport).

4 Integer  nC(n) Code which specifies which solution concentration combination (see Block H)
is to be used as an initid condition a node »[-] (omit if /Chem=.false.).

4 Integer  nX(n) Code which specifies which surface species combination (see Block H) is to be
used as an initial condition a node #{-] (omit if /Chem=.false.).

4 Integer  nS(n) Code which specifies which mineral phase combination (see Block H) is to be

used as an initial condition a node » (-] (omit if /Chem=.false.).

In general, record 4 information is required for cach node i, starting with ;=1
and continuing sequentially until s=NumNP.Record 4 information for certain
nodes may bc skipped if several conditions arc satisfied (see beginning of this
section).
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Table 12.9. (continued)

Record  Type Variable Description

5 Integer  NObs Number of observation nodes for which values of the pressure head, the water
content, temperature (for /Temp=.true.), and carbon dioxide (for /CO2=.true.)
are printed at each time level.

6 Integer  iObs( 1) Nodal number of the first observation node.

6 Integer  iObs(2) Nodal number of the second observation node.

6 Integer iObs(NObs) Noda number of the last observation node.
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Table 12.10. Block J - Atmospheric information.+

Record  Type Symbol Description

1.2 Comment lines.

3 Integer  MaxAl Number of atmospheric data records.

4 Comment line.

5 Real hCritS Maximum allowed pressure head at the soil surface [L].

5 Red ISurf Logica variable indicating whether the potential transpiration rRoot(i) isto be
divided into both potentia evaporation and potentia transpiration according to
ratio between the actual root depth and the maximum root depth.

6 Comment line,

7 Real tAtm(i) Time for which the i-th data record is provided [T].

7 Red Prec(i) Precipitation rate [LT'] (in absolute value).

7 Red rSoil( i) Potential soil evaporation rate [L.T™'] (in absolute value). Set »Soil equa to
zero if ISurf=.true.. In that case rSoil is caculated as a function of rRoor (See
Section 7.3).

7 Red rRoot( ) Potentia transpiration rate [LT™'] (in absolute value) .

7 Red hCritA(i) Absolute value of minimum allowed pressure head at the soil surface [L].

7 Red rB(i) Bottom flux [LT'] (set equal to O if KodBot is postive or one of logical
varigbles gGWLF or FreeD or SeepF iS.true.). .

7 Red hB(i) Groundwater level [L], or any other prescribed pressure head boundary
condition as indicated by a positive value of KodBor (set equd to O if KodBot
is negative or one of logical varigbles ¢gGIVLF or FreeD or SeepF is.true.).

7 Red hT(i) Prescribed pressure head [L] at the surface (set equal to 0 if KodBot < 0).

7 Red tTop(i) Soil surface temperature [°C] (is not specified if /Temp is equal to .false.).

7 Red tBot(i) Soil temperature at the bottom of the soil profile [°C] (must not be specified
if ITemp is equal to .false., set equd to O if ABot7=0).

7 Real kTopCh(i) Code which refers to the field ConcTab for the value of the solute transport
upper boundary condition. Sign of £TopCh(i)indicates whether a Dirichlet
(positive) or Neumann (negative) boundary condition is to be applied at the soil
surface. ConcTab(abs(kTopCh(i))y) is the boundary condition for the soil
surface for species j. Permissible values are £1,+2,43,...,+nSolConc.

7 Real kBotCh(i) Code which refers to the fidld ConcTub for the value of the solute transport

lower boundary condition. Sign of kBotCh(i)indicates whether a Dirichlet
(positive) or Neumann (negative) boundary condition is to be applied at the
bottom of the soil profile. ConcTab(abs(kBotCh(i)),/) isthe boundary condition
for the bottom of the soil profile for species j. Permissible values are
+1,£2.+3 ..., +nSolConc.

' Block J need not be supplied if bothlogical variables TopinFand Botini® (Block A) arc sct equa to .false..
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Table 12.11. Input file *COMP.DAT’ [Felmy, 1990].

001080 H20 0
011000 Na+ 1
019000 K+ 1
020000 Ca++ 2
012000 Mg++ 2
001000 H+ 1
012080 Mg OH+ 1
000170 a- -1
000160 S04-- -2
000161 HSO4- -1
000080 oH -1
000060 CO3-~- -2
000061 HCO3- -1
000062 Cco2 (aq) 0
020060 CaC03 (aq) 0
012060  MgCo3 (ag) 0
000050 B(OH) 3 0
000051 B(OH)4- -1
000052 B303 (OH)4- -1
000053 B40O5(CH)4-- -2

020051  CaB(OH) 4+

012051  MgB (OH) 4+

100060 CO2 (GAS)
-1

[EEQUEN
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Table 12.12. Input file ‘BINARYP.DAT’ [Felmy,1990].

011000 000170 .0765 .2664 .000 .00127
011000 000160 .01958 1.113 .000 . 00497
011000 000161 .0454 .398 . 000 .0000
011000 000080 .0864 .253 . 000 .0044
011000 000061 .0277 .0411 . 000 .0000
011000 000060 .0399 1.389 .000 . 00440
011000 000051 -.0427 . 089 . 000 .0114
011000 000052 -.056 -.910 . 000 .0000
011000 000053 -.110 -.40 . 000 .0000
019000 000170 .04835 .2122 .000-.00084
019000 000160. ...... . 000 .0000
019000 000161 -.0003 04995 193,173 . 000 . 000
019000 000080 .1298 . 320 . 000 .0041
019000 000061 .0296 -.013 .000-.00800
019000 000060 .1488 1.43 .000-.00150
019000 000051 .0350 .14 . 000 .o0000
019000 000052 -.130 .00 . 000 .0000
019000 000053 -.022 .00 . 000 .0000
020000 000170 .3159 1.614 .000-.00034
020000 000160 .20 3.1973 -54.24 . 00O
020000 000161 .2145 2.530 . 000 . 000
020000 000080 -.1747 -.2303 ~-5.72 .O000O
020000 000061 . 000 .O0O0O0
012000 000170 .35235400 2.9770 1.6815 .000Q . 00519
012000 000160 .2210 3.343 -37.23 . 025
012000 000161 .4746 1.729 .000 . 000
012000 000061 -0.1329 165 .6072 . 000 . 00
012080 000170 . 000 .00
001000 000170 .1775  .2945 . 000 .0008
001000 000160 .0298 . 0000 . 000 .0438
001000 000161 .2065 .5556 . 000 .000
012051 000170 .1600 . 0000 . 000 . 000
020051 000170 .1200 .0000 . 000 . 000
000000
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011000 018000

011000
011000
011000
019000
019000
019000
020000
020000
012000
012000
000170
000170
000170
000170
000170
000160
000160
000160
000160
000080
000061
000051
000051
000052
000052
000052
000053
000053
000053
000000

020000
012000
001000
020000
012000
001000
012000
001000
012080
001000
000160
000161
000080
000061
000060
000161
000080
000061
000060
000060
000' 060
000170
000160
000170
000160
000061
000170
000160
000061

Table 12.13. Input file ‘TERNARYP.DAT’ [Felmy, 19903.

-.012
.070
.070
.036
.032
. 000
.005
.007
.092
. 000
.10
.02
-.006
-.05
-.0200 0300
.00
-.013
.01
.02
.100
~.0400
-.065
-.012
.12
.10
-.10
.074
.12

-.087

000170
000170
000170
000170
000170
000170
000170
000170
000170
000170
000170
011000
011000
011000

011000 011000
011000
011000
011000
011000
011000
011000
011000

011000

011000

-.0018
-.007
-.012
-.004
-.025
-.022
-.011
-.012
-.015

.028
-.011
.0014
-.006
-.006
.0150
.0085
.00940

-.009
.00500

-.005
-.0170
.00200
-.0073

-.024

.026

000160
000160
000160
000161

000160
000160
000160

000161
020000
001000
019000
012000
019000
019000
019000
012000
019000
019000
019000

133

-.010
-.055
-.015
~-.0129

-.048
.197
.024

-.0178
-.018
. 0130
-.006
-.096

.00400

-.0677
-.050
-.161

-.00900

-.0100

.0120

000061

000161

012000

020000

012000

.0030 000060

.0265

.0040

.0250

.0425

.00300



Table 12.14. Input file ‘LAMBDA.DAT [Felmy,1990].

000050 011000 -.097 000160 . 046
000050 001000 .000 000170 ~-.0102
000050 019000 -.14

000050 000170 .091

000050 000160 .018

000050 000052 -.20

000062 011000 .100

000062 019000 .0510

00. 0062 020000 .183

000062 012000 .183

000062 000170 -.0050

000062 000160 . 097

000000
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13. OUTPUT DATA

The program output consists of 11 output files which are organized into 2 groups:

T-level information
T LEVEL.OUT
CO2_INF.OUT
RUN_INF.OUT
OBS NODE.OUT

P-levdl information
NOD_INF.OUT
BALANCE.OUT
CONC.OUT
SOLID.OUT
EQUIL.OUT
CHEMBAL.OUT

In addition, some of the input data are printed to the file I CHECK.OQUT. All output files
are directed to the same directory as the input files, which must be created by the user prior to
the program execution (the directory is created automatically if the user interface is used). The
various output files are described in detail in this section.

The file | CHECK.OUT contains a complete description of the space discretization, the
hydraulic characteristics and the transport properties of each soil material and selected input data
for the user to be able to easily check them.

T-level information - This group of output files contains information which is printed at
the end of each time step. Printing can be suppressed by setting the logical variable ShortF in
input Block A equal to .true.; the information is then printed only at selected print times. Output
files printed at the T-level are described in Tables 13.1 through 13.3.  Output file
OBS_NODE.OUT gives transient values of the pressure head, water content, CO, concentration
and temperature, as obtained during the ssimulation at specified observation nodes.

P-level information- This information is printed only at prescribed print times. The

following output files are printed at the P-level:
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NOD_INF.OUT

BALANCE.OUT

CONC.OUT

SOLID.OUT

EQUIL.OUT

CHEMBAL.OUT

Nodal values of the pressure head, water content, carbon dioxide
concentration, temperature, hydraulic conductivity and capacity, velocity,
root water uptake, and CO, production (see Table 13.4).

This file gives the total amount of water and carbon dioxide inside each
specified subregion, the inflow/outflow rates to/from that subregion,
together with the mean pressure head (hMean), the mean temperature
(T'Mean) and the mean CO, concentration (cMear) over each subregion
(see Table 13.5). Absolute and relative errors in the water and solute
mass balances and absolute error in CO, mass balance are also printed
to this file.

Nodal values of the agueous concentrations for calcium, magnesium,
sodium, potassium, alkalinity, sulfate, chloride, and hypothetical tracer
(see Table 13.6).

Nodal values of the mineral phase concentrations for calcite, gypsum,
dolomite, hydromagnesite, nesguehonite, and sepiolite and nodal values
of the adsorbed concentrations for calcium, magnesium, sodium, and
potassium (see Table 13.7).

This file contains the chemical information such as activities of calcium,
bicarbonate and water, alkalinity, pH, SAR, electric conductivity of the
solution, ionic strength, osmotic coefficient, osmotic pressure head, and
ion activity products for calcite, gypsum and dolomite (see Table 13.8).

This file contains the information about the total amount of particular
species (eg. Ca, Mg, SO,,..) in solution, mineral phase and surface
species form in the entire flow region, as well as the cumulative
boundary fluxes and absolute mass error in particular species.
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Table 13.1. T_LEVEL.OUT - pressure heads and fluxes on the boundaries and in the

root zone.
Time Time, ¢, a current time-level [T].
rTop Potential surface flux [LT'] (infiltration/evaporation: -/+).
rRoot Potential transpiration rate [LT'].
vTop Actual surface flux [LT'] (infiltration/evaporation: -/+).
vRoot Actual transpiration rate [LT.].
vBot Actua flux a the bottom of the soil profile [LT'] (inflow/outflow: +/-).

sum(rTop) Cumulative value of the potential surface flux [L] (infiltration/evaporation: -/+).
sum(rRoot) Cumulative value of the potentia transpiration rate [L].

sum(vIop) Cumulative value of the actua surface flux [L] (infiltration/evaporation: -/+).
sum(vRoot) Cumulative value of the actual transpiration rate [L].

sum(vBot) Cumulative value of the actua flux across the bottom of the soil profile [L] (inflow/outflow: +/-).

hTop Pressure head at the soil surface [L].

hRoot Mean value of the pressure head over the region for which Beta(n)>0 (i.e., within the root zone) [L].
hBot Pressure head at the bottom of the soil profile [L].

TLevel Time-level (current time-step number) [-].
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Table 13.2. CO2_INF.OUT - CO, concentrations and CO, fluxes on the boundaries
and in the root zone.

Cv Top Actual CO, flux at the soil surface [L’L*T"] (inflow/outflow: -/+).

CvBot Actual CO, flux a the bottom of the soil profile [L*L*T'} (inflow/outflow: +/-).
sum(CvTop)  Cumulative CO, flux at the soil surface [L*L7].

sum(CvBot) Cumulative CO, flux at the bottom of the soil profile [L’L?].

¢ Top CO, concentration at the soil surface [L*L].

cRoot Mean CO, concentration in the root zone [L’L"].

cBot CO, concentration at the bottom of the soil profile [L*L"].

vProd CO, production by soil microorganisms and plant roots in the soil profile [L’L>T].

sum(vProd) Cumulative CO, production by soil microorganisms and plant roots in the soil profile [L*L2].

sum(Sink) Cumulative CO, root uptake in the soil profile [L’L?].
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Table 13.3. RUN_INF.OUT - time and iteration information.

TLevel Time-level (current time-step number).

Time Time, ¢, a current time-level.

dt Time step, at.

Iter Number of iterations for solution of the water flow equation.

IterCh Number of iterations between the solute transport and chemical modules.

ItCum Cumulative number of iterations for water flow.

KodTop Code of the upper boundary condition for water flow.

KodBot Code of the lower boundary condition for water flow.

IConverg Indication as to whether or not the numerical convergence for water flow
was achieved at the current time level.

Peclet Maximum local Peclet number.

Cow-ant Maximum local Courant number.
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Table 13.4. NOD_INF.OUT - Profile information.

Node Number of nodal point .

Depth z-coordinate of node n.

Head Nodal values of the pressure head [L].
Moisture Nodal vaues of the moisture content [-].

co2 Nodal values of the CO, concentration [L’L>].
Temp Nodal values of the temperature [K].

K Noda values of the hydraulic conductivity [LT™].
C Nodal values of the hydraulic capacity [L™].
Flux Nodal values of the Darcian velocity [LT.].
Sink Nodal value of the root water uptake [T™'].
Product Nodal values of the CO, production [L°L>T].
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Table 13.5. BALANCE.OUT - mass balance variables.

Area
W-volume
In-Flow
hMean
COVol
COMean
Cnc Vol
cMean
TMean
Top Flux
Bot Flux
WatBalT
WatBalR
CO2BalT
CncBalT
CncBalR
Crop Yield

Length of the entire flow domain or of a specified subregion [L].

Volume of water in the entire flow domain or in a specified subregion [L].
Inflow/Outflow to/from the entire flow domain or specified subregion [LT."].

Mean pressure head in the entire flow domain or in a specified subregion [L].

Volume of CO, in the entire flow domain or in a specified subregion [L’L?)].

Mean CO, concentration in the entire flow domain or in a specified subregion [L*L?].
Volume of tracer in the entire flow domain or in a specified subregion [ML?].

Mean tracer concentration in the entire flow domain or in a specified subregion [ML?].
Mean temperature concentration in the entire flow domain or in a specified subregion (°C).
Actual surface flux [LT"'] (infiltration/evaporation: -/+).

Actual flux at the bottom of the soil profile [LT'] (inflow/outflow: +/-).

Absolute error in the water mass balance for the entire flow domain [L].

Relative error in the water mass balance for the entire flow domain [%].

Absolute error in the CO, mass baance for the entire flow domain [L].

Absolute error in the tracer mass balance in the entire flow domain [ML?].

Relative error in the tracer mass balance in the entire flow domain [%%].

Relative crop yield, 100 Y/Y,,[%].
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Table 13.6. CONC.OUT - solute concentration information.

Node
Depth
Ca
Mg
Na

HCO03
so4
Cl

Tracer

Number of noda point ».

z-coordinate of node n.

Analytical
Analytical
Analytical
Analytical
Analytical
Analytical
Analytical
Analytical

concentration
concentration
concentration
concentration
concentration
concentration
concentration

concentration

of cacium (mmol ¢"') a node .

of magnesium (mmol ¢") a node .
of sodium (mmol ¢*) at node n.

of potassum (mmol_£) at node ~.
of akalinity (mmol.£™") a node ».
of sulfate (mmol £™") at node .

of chloride (mmol£™") a node ».

of hypothetica tracer {-] at node ».




Table 13.7. SOLID.OUT - precipitated and adsorbed concentrations.

Node
Depth
Calcite
Gypsum
Dolomite

Nesqeh.

HydroMg.

Sepiol.
XCa
XMg
XNa
XK

Number of noda point #.

z-coordinate of node n.

Mineral phase Ca concentration present as calcite at node n (mmol.kg™).
Mineral phase Ca concentration present as gypsum at node n (mmolkg™).
Mineral phase Ca concentration present as dolomite at node n (mmolkg™).
Mineral phase Mg concentration present as nesquehonite at node n (mmol kg™).
Mineral phase Mg concentration present as hydromagnesite at node n (mmol kg™').
Mineral phase Mg concentration present as sepiolite at node n (mmolkg™").
Surface species concentration of calcium at node n (mmol kg™).

Surface species concentration of magnesium at node n (mmol kg™).

Surface species concentration of sodium at node n (mmol kg™).

Surface species concentration of potassium at node n (mmol kg™).
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Table 13.5. EQUIL.OUT - chemical information.

Node
Depth
aCa
aHCO,
aH,0
Alk

pH

SAR

EC

U
PIAP(c)
PIAP(g)
plAP(d)
phi

hphi

Number of nodal point ».

z-coordinate of node n.

Activity of Ca™ [-].

Activity of HCO, [-].

Activity of water [-].

Alkdinity (mmolkg™).

Negative logarithm of hydrogen activity, -log(H), [-].

Sodium adsorption ratio, defined as [Na/(Ca+Mg)°*](mmol®*¢?%).

Electric conductivity of the soil solution (dSm™).

lonic strength (mol kg-*).

Negative logarithm of the ion activity product for calcite, -log[(Ca*")(CO,™)],[-].
Negative logarithm of the ion activity product for gypsum, -log[(Ca*")(SO,”)(H,0)],[-].
Negative logarithm of the ion activity product for dolomite, -log[(Ca*")(Mg*")}(CO,*)],[-].
Osmoatic coefficient [-].

Osmotic pressure head [L].
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14. PROGRAM ORGANIZATION

The program consists of a main program and 59 subprograms. The subprograms are
organized by means of 11 source tiles which are stored and compiled separately and then linked
together with the main program to form an executable program. Below are a list and brief

descriptions of the source files and the associated subprograms.

WATCHEM.FOR

(Main program unit)

INPUT.FOR BasInf, Matln, GenMat, Tmln, NodInf, Rootln, SinkIn, Chemln,
Templn, CO2In, Profil

WATFLOW.FOR WatFlow, Reset, Gauss, Shift, SetMat, Veloc, Fgh, W_Flux

TIME.FOR TmCont, SetBC

MATERIAL.FOR

FK, FC, FQ, FH, FS

SINK.FOR SetSnk, SetRG

OUTPUT.FOR TLInf, ALInf, SubReg, NodOut, ObsNod, Balance, ChemOut

SOLUTE.FOR Solute, Toler, Matl

TEMPER.FOR Temper

CARBON.FOR Gas, Produc

CARBRATE.FOR Equil, SChem, Chem, Xchang, CalRat, DolRat, TDep, D _H, Unit,
Polyn, Ecal, Precip, Hydrog, Magncs

PITZER.FOR PitzIn, Pitzer, Homix, Elects

Main program unit W4 TCHEM. FOR

This is the main program unit of UNSCIIEM. This unit controls cxecution of the

program and dctermines which optional subroutines arc necessary for a particular application.
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Source file INPUT. FOR
Subroutines included in this source file are designed to read data from different input

blocks. The following table summarizes the input file and input block (described in Section 12)

read by a particular subroutine.

Table 14.1. Input  subroutinesffiles.

Subroutine Input Block Input File

BasInf A. Basic information

BasInf,Matln B. Water flow information

TmlIn C. Time information

Rootln D. Root growth information SELECTOR.IN

SinkIn E. Root water uptake information

‘Templn F. Heat transport information

CO2In G. CO, transport and production information

Chemln H. Solute transport and chemical information

NodInf I. Noda information PROFILE.DAT

AtmIn J.  Atmospheric information ATMOSPH.IN

PitzIn L. Pitzer information COMP.DAT
BINARYP.DAT
TERNARYP.DAT
LAMBDA.DAT

Subroutine Profil writes into the output file I|_CHECK.OUT the information about the soil
profile, such as residual and saturated water contents, saturated hydraulic conductivities, air-entry
pressure heads, and spatial distribution of the root water uptake.

Subroutine GenMat generates a table of water contents, hydraulic conductivities, and specific
water capacities from a set of hydraulic parameters for each soil type in the flow domain.

Source file WATFLOW. FOR

Subroutine WatFlow is the main subroutine for simulating water flow; this subroutine controls
the entire iterative procedure for solving the Richards equation.
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Subroutine Reset constructs the global matrix equation for water flow, including the right-hand
side vector.

Subroutine Gauss solves the tridiagonal symmetric matrix equation for water flow by Gaussian
elimination.

Subroutine Shift changes atmospheric or seepage face boundary conditions from Dirichlet type
to Neumann type conditions, or vice versa, as needed.

Subroutine SetMat determines the nodal values of the hydraulic properties K(%), C(h) and 8, (h)
by interpolation between values in the hydraulic property tables.

Subroutine Veloc calculates nodal water fluxes based on a Darcy‘s law.

Function Fgh describes the groundwater level - discharge relationship, ¢,(%), defined by equation
(10.1). This function is called only from subroutine SetBC.

Subroutine W_Flux calculates nodal water fluxes based on the mass balance equation.

Source file TIME. FOR

Subroutine TmCont adjusts the current value of the time increment At.

Subroutine SetBC updates time variable boundary conditions.

Source file OUTPUT. FOR

The subroutines included in this file are designed to print data to different output files.

Table 14.2 summarizes which output files are generated by a particular subroutine.
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Table 14.2. Output subroutines/files.

Subroutine Output File
TLInf T_LEVEL.OUT
CO2_INF.OUT
RUN_INF.OUT
NodOut NOD_MF.OUT
ChemOut CONC.OUT
SOLID.OUT
SubReg BALANCE.OUT
Balance CHEMBAL.OUT
Equil EQUIL.OUT
ObsNoed POINT.OUT

Source file SINK2. FOR

Subroutine SetSnk calculates the actual root water extraction rate as a function of water and
salinity stress in the soil root zone.

Subroutine SetRG calculates the rooting depth based on the root growth model.

Source file MATERIAL. FOR

This file includes the functions FK, FC, FQ, FH, and FS which define the unsaturated
hydraulic properties K(h), C(h), 8,(h),h(0,), and S (%) for each soil material.

Source file SOLUTE. FOR

Subroutine Solute is the main subroutine for simulating multicomponent solute transport; it
computes the optimum weighing factors for all elements. it calculates the maximum local Peclet
and Courant numbers and the maximum permissible time step, it constructs and solves the global
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matrix equation for solute transport.
Subroutine Toler checks the convergence between the solute transport and chemical modules.

Subroutine Matl transfers one matrix into another matrix.

Source file TEMPER. FOR

Subroutine Temper is the main subroutine for simulating heat transport; it constructs and solves
the global matrix equation for heat transport.

Source file CARBON. FOR

Subroutine Gas is the main subroutine for simulating CO, transport; it constructs and solves the
global matrix equation for CO, transport.

Subroutine Produc calculates the actual CO, production by plant roots and soil microorganisms

as a function of water and salinity stress, temperature, and CO, concentration in the soil root
zone.

Source file CARBRA TE. FOR

Subroutine Equil prepares the variables for the equilibrium and kinctic carbonate chemistry.
Subroutine SChem is the governing routine for kinetic precipitation/dissolution.
Subroutine Chem is the governing routinc for equilibrium chemistry.

Subroutine Xchang brings the solution into equilibrium with the exchangeable cations.
Subroutine CalRat calculates the rate of calcite precipitation or dissolution.

Subroutine DolRat calculates the rate of dolomite dissolution.

Subroutine TDep determines temperature dependent constants.
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Subroutine D_H calculates activity coefficients using the Debye-Hiickel equation.
Subroutine Unit converts units from mmol kg™ to mol kg™ or mol kg to mmol kg™
Subroutine Polyn solves the 3rd order polynomial by Newton’s method.

Subroutine Ecal determines electrical conductivity based on the method 3 of McNeal et al.
[1970].

Subroutine Precip calculates precipitation-dissolution for system (A)*(B)**2.
Subroutine Hydrog calculates hydrogen concentration based on the electric charge equation.

Subroutine Magnes calculates precipitation/dissolution of Mg mineral phases.

Source file PITTER. FOR

Subroutine PitzIn reads in the necessary Pitzer parameters for a non-ideal solution model.
Adopted from Felmy [1990].

Subroutine Pitzer computes activity for electrolyte solutions based on Pitzer's equations.
Adopted from Felmy[1990].

Subroutine Homix calculates higher order mixing terms for unsymmetrical e ectrolyte misings.
Adopted from Felmy[1990].

Subroutine Elects calculates higher order electrostatic functions. Adopted from Felmy [ 1990].
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Even with well-documented numerical computer models available, one major problem
often preventing the use of such codes is the extensive work required for data preparation, finite
element grid design, and graphical presentation of the output results. To avoid or simplify the
preparation and management of relatively complex input data files and to graphically display final
simulation results, we developed an interactive graphics-based user-friendly interface UNSATCH
for the MS Windows 3.x, Windows 95, and Windows NT environments. The graphics interface
is connected directly to the UNSCHEM FORTRAN code. The complete computer software
package UNSATCHEM includes three modules and one dynamic linked library (DLL) (Table
B.1).

In addition to information given in this chapter, extensive context-sensitive on-line help
is made part of every module of the interface. By pushing the F1 button, or clicking on the Help
button while working in any window, the user obtains information about the window content.
In addition, context-sensitive help is available in every module using the "SHIFT+F1" help -
button. In this mode, the mouse cursor changes to a help cursor (a combination arrow + question
mark), and the user proceeds to click on the object for which he needs help (i.e, a menu item,
toolbar button, or other features). At that point, a help tile will be displayed giving information
about the item on which the user clicked. Except for the UNSCHEM FORTRAN application
itself, al modules are written in C++,

The interactive graphic-based user interface UNSATCH has many features similar to the
interface HYDRUS1D [Simiinek et al.,1997] and thus there is repetition in both manuals, as well

as in the context-sensitive help files.

Table B.1.- Main modules of the UNSATCI1EM software package.

UNSATCH main program unit, input parameters, output
graphics

POSITION project manager (DLL)

PROFILE transport domain gecometry, finite element mesh

generator, boundary and initial conditions,
material distribution

UNSCHEM FORTRAN application (UNSCHEM version 2.0)
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B. Brief Description of Selected Modules
B. 1. Module UNSATCH

UNSATCH (Fig. B.l) is the main program unit defining the overall computational
environment of the system. This module controls execution of the program and determines which
other optional modules are necessary for a particular application. The module contains a project
manager and both pre-processing and post-processing units. The pre-processing unit includes
specification of al necessary parameters to successfully run the UNSCHEM FORTRAN code,
and a small catalog of soil hydraulic properties. Table B.2 lists al commands accessible through
the menu, whereas Table B.3 gives a brief discussion of the action taken with the particular
commands. More detailed descriptions are available through the on-line help. The post-
processing unit consists of simple x-y graphics for graphical presentation of soil hydraulic
properties, as well as such output as transient values of a particular variable at selected
observation points in the domain, and actual or cumulative water, carbon dioxide and solute
fluxes across boundaries. Table B.4 gives an overview of the different graph options made
available through the interface. The UNSATCH and PROFILE modules mutually communicate
through the file UNSATCH.iZ)AT, a description of which is given in Table B.5.

The work for a new project should begin by opening the Project Manager (see Section

B.2), and giving a name and brief description to this new project. Then select the Main Processes

command from the Main Information Menu. From this point on, the program will navigate the
user through the entire process of entering input files. The user may either select particular
commands from a menu, or allow the interface to lead him through the process of entering input
data by selecting the Next buttons. Alternatively, clicking the Previous button will return the user

to the previous window.
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Fig. B. 1. The main window of the UNSATCI-I module, including the project manager.

175



Table B.2. Menu commands in the main module UNSATCH.

Group Menu Submenu Sub-Submenu
A Project Project Manager
Save Data
Exit
B Main Information Main Processes
Main Geometry Information
Main Time Information
Print Information
C Parameters Water Flow Parameters Iteration Criteria
Water Flow Parameters
Boundary Conditions
Constant Boundary Fluxes
Deep Drainage BC
Solute Transport Parameters General Information
Chemical Parameters
Solute Transport Parameters
Solution Compositions
Boundary Conditions
Heat Transport Parameters Heat Transport Parameters
Boundary Conditions
Carbon Dioxide Transport CO, Transport Parameters
Soil CO, Production Parameters
Root CO, Production Parameters
Root Water Uptake
Root Growth Root Growth Moddl Type
Root Growth Parameters
Variable Boundary Conditions
D Geometry Profile Information
Profile Summary
Execute LINSCHEM
E Results Observation Points
Profile Informations Basic Information
Solution Concentrations
Solid Concentrations
Chemica Information
T Level Information Water Flow
- Carbon Dioxide Transport
Run Time Information
Soil Hydraulic Properties
Mass Balance Information
Chemica Mass Balance Information
F View Toolbar
Status Bar
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Table B.2. (continued).

Group Menu Submenu Sub-Submenu
G Help Index

Using Help

About

Table B.3. Description of al menu commands in the main module UNSATCH.

Group

Command

Brief description of the command

A

C

Project Manager

Save Data

Main Processes

Main Geometry Information

Main Time Information
Print Information

Iteration Criteria

Water Flow Parameters
Boundary Conditions
Constant Boundary Fluxes

Deep Drainage BC

Calls the project manager to manage data of existing projects; helps
to locate, open, copy, delete or rename the desired projects and
their data.

Saves the input data of an actual project specified in the main
program module if the data were either newly created or changed
during an application run. At the same time this command deletes
al existing output files of a selected project since the output data
are no longer consistent with the changed input data. A warning
is issued to the user before the data are saved.

Closes the project and leaves the program. This command informs
the user before exiting the application whether or not the input data
of an actual project were changed during the application run. If
changes did occur, the user is given the option to save data before
exiting the application.

Selects the title which is printed into output files, and specifies the
processes to be simulated, i.e., water flow, carbon dioxide
production and transport, multicomponent solute transport, heat
transport, root growth, and/or root water uptake.

Selects the length unit, specifies the depth and inclination of the
soil profile to be analyzed, and determines the number of materials
to be used.

Selects time units, and gives the time discretization information.
Specifics print options.

Specifies iteration criteria for the solution precision, and parameters
for the time step control.

Specifies parameters in the soil hydraulic model.

Specifies the types of upper and lower boundary conditions.
Specifies constant boundary tluxes and constant root water uptake
when no time-variable boundary conditions are given.

Specifies parameters for the deep drainage boundary condition.
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Table B.3. (continued).

Group Command

Brief description of the command

General ST Information

Chemical Parameters

Solute Transport Parameters
Solution Compositions
ST Boundary Conditions

Heat Transport Parameters

Selects the time and spatial weighting schemes for numerical solution of
the solute transport equation; specifies the number of solution, surface
species, and mineral phases combinations to be considered.

Selects kinetic or equilibrium model for calcite precipitation/dissolution,
specifies critica ionic strength and max. number of iterations.

Specifies solute transport parameters.

Specifies different solution, adsorbed and mineral phases compositions.
Specifies the upper and lower boundary conditions for solute transport.

Specifies heat transport parameters.

Heat Transport Boundary Cond. Specifies the upper and lower boundary conditions for heat flow.

CO, Transport Parameters

Specifies carbon dioxide transport parameters including boundary
conditions.

Soil CO, Production Parameters Specifies soil (microbial) CO, production parameters.
Root CO, Production Parameters Specifies root CO, production parameters.

Root Water Uptake

Root Growth Model Type
Root Growth Parameters

Variable Boundary Condition

Profile Information

Profile Summary

Execute UNSCHEM
Observation Points

Basic Informations

Solution Concentrations

Solid Concentrations

Chemical Information

Water Flow Boundary Inform

Specifies parameters in the root water uptake water stress and sdinity
response models.

Selects the root growth model and model for the root spatia distribution.
Specifies parameters in the Verhulst-Pearl logistic growth function or
degree day concept used to describe root growth during the growing
Season.

Specifies time-dependent boundary conditions for all transport processes.

Calls externa module PROFILE, for users to discretize the soil profile
and to specify the vertical distribution of relevant parameters.
Summarizes in tabular form the spatial discretization and spatial
distribution of soil properties, initia conditions, and other variables. This
command allows the user to summarize and modify the parameter setup
in the external module PROFILE.

Executes a UNSCHEM version 2.0 FORTRAN application.

Graphical presentation of changes in water content, pressure head, carbon
dioxide, and/or temperature at specified observation nodes.

Graphical presentation of pressure head, water content, velocity, root
water uptake, temperature, and carbon dioxide concentration profiles at
different times.

Graphical presentation of major ion concentrations. Ca, Mg, Na, K,
akalinity, SO,,, Cl, and tracer.

Graphical presentation of surface species and mineral phase
concentrations. Ca, Mg, Na, K, calcite, gypsum, dolomite, nesquehonite,
hydromagnesite, scpiolite.

Graphical presentation of major chemical information (pH, SAR, (H,0%,
(Ca™), (HCOy), pIAP', pIAP”, pIAPY EC, . .).

Graphical presentation of actual and cumulative boundary water fluxes,
and surface, root zone, and bottom pressure heads.
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Table B.3. (continued).

Group Command

Brief description of the command

E Carbon Dioxide Transport Graphicalpresentationof actual and cumulative boundary CO, fluxes, and
surface, root zone, and bottom boundary CO, concentrations.
Soil Hydraulic Properties Graphical presentation of the soil hydraulic properties.
Run Time Information Graphicalpresentationof information about the number of iterations, time
step, and Peclet and Courant numbers.
Mass Baance Information Displays mass balance information and mean profile properties.
Chemical Mass Baance Inform. Displays mass balance information for chemica species.
F Toolbar Shows or hides the toolbar.
Status Bar Shows or hides the status bar.
G Index Offers an index of topics for which help is available.
Using Help Provides general instructions on using help.
About Displays the version and authors of the UNSATCHEM application.
Table B.4. Graph options in the UNSATCHEM interface.
Command Horizontal Axis Vertical Axis

Observation Points Time

Basic Profile Information

Pressure Head

Pressure Head ~
Water Content
Temperature

CO, Concentration

Depth

Water Content
CO, Concentration
Temperature
Hydraulic Conductivity
Soil Water Capacity

© Water Flux
Root Water Uptake
CO, Production

Solution Concentrations

Cacium

Depth

Magnesium
Sodium
Potassium
Alkalinity

Sulfate

Chloride

Tracer
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Table B.4. (continued)

Command

Horizontal Axis Vertical Axis

Solid Concentrations

Chemica Information

T_Level Information
- Water Flow

Cdlcite Depth
Gypsum

Dolomite

Nesquehonite

Hydromagnesite

Sepialite

Adsorbed Calcium

Adsorbed Magnesium

Adsorbed Sodium

Adsorbed Potassium

Calcium Activity Depth
Bicarbonate Activity
Water Activity
Alkalinity

PH

SAR

Electric Conductivity
lonic Strength

plAP Calcite

plAP Gypsum

pIAP Dolomite
Osmotic Coefficient
Osmotic Pressure Head

Time Potential Surface Flux
Potential Root Water Uptake Rate
Actual Surface Flux
Actual Root Water Uptake Rate
Bottom Flux
Cumulative Potential Surface Flux
Cumulative Potential Root Water Uptake Rate
Cumulative Actua Surface Flux
Cumulative Actua Root Water Uptake Rate
Cumulative Bottom Fux
Surface Pressure Head
Average Root Zone Pressure Head
Bottom Pressure Head
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Table B.4. (continued)

Command Horizontal Axis Vertical Axis

- CO, Transport Time Surface CO, Flux
Bottom CO, Fux
Cumulative Surface CO, Flux
Cumulative Bottom CO, Flux
Surface CO, Concentration
Average Root Zone CO, Concentration
Bottom CO, Concentration
CO, Production
Cumulative CO, Production
Cumulative CO, Root Uptake

Soil Hydraulic Properties Pressure Head Water Content
Log Pressure Head Soil Water Capacity
Hydraulic Conductivity
Log Hydraulic Conductivity
Effective Water Content

Run-Time Information Time Level Time Step
Time Number of lterations
Cumulative Number of lterations
Peclet Number
Courant Number
Number of Solute Iterations
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Table B.5. Information in the UNSATCH.DAT file.

Group Variable Type Description
Man  WaterFlow I nteger Variable which specifies whether or not transient water flow
is to be calculated.
SoluteTransport Integer Variable which specifies whether or not solute transport is to
be calculated.
HeatTransport Integer Variable which specifies whether or not heat transport is to be
caculated.
CO2Transport Integer Variable which specifies whether or not carbon dioxide
transport is to be calculated.
RootWaterUptake Integer Variable which specifies whether or not root water uptake is to
be calculated.
RootGrowth Integer Varigble which specifies whether or not root water growth is
to be calculated.
MaterialNumbers Integer Number of materials considered.
SubregionNumbers Integer Number of subregions considered for mass balancecal culation.
SpaceUnit String Space units.
TimeUnit String Time units.
PrintTimes Integer Number of print-times.
SolutionConcNumber Integer Number of solution combinations considered in the application.
AdsorbedConcNumber  Integer Number of surface species combinations considered in the
application.
SolidConcNumber Integer Number of mineral phase combinations considered in the
application.
Profile NumberOfNodes Integer Number of nodes used to discretize the soil profile.
ProfileDepth Float Depth of the soil profile.
ObservationNodes Integer Number of observation nodes.
GridVisible Integer Variable which specifies whether or not the grid isto be visible.
SnapToGrid Integer Varigble which specifies whether or not the mouse should
move in steps defined by the grid.
ProfileWidth Integer Number of pixels for graphical display of the soil profile.
LeftMargin Integer Number of pixels for graphical display of the nodal
discretization.
GridOrgX Real X-coordinate of the grid origin.
GridOrgY Real Y-coordinate of the grid origin.
GridDX Resl Step in the x direction between grid nodes.
GridDY Resl Step in the y direction between grid nodes.




B.2. Module POSITION

A project manager, POSITION (DLL) (Fig. B.1), is used to manage data of existing
projects, and to help locating, opening, copying, deleting and/or renaming desired projects or their
input or output data. A “project” represents any particular problem to be solved by
UNSATCHEM. The project name (8 letters), as well as a brief description of the project helps
to locate a particular problem. Input and output data for each project are placed in a subdirectory

with the same name as the project.

B.3. Module PROFILE

B.3.1. Soil Profile Discretization

The module PROFILE (Fig. B.2) is used, among other things, to discretize a one-
dimensional soil profile into discrete nodes. Nodes are generated by dividing the soil profile into
small elements. If no previous nodes exist, the program automatically generates a default
equidistant point distribution. The location of nodes can be edited by the user to optimize the
thickness of the different elements. There are two ways of specifying appropriate distributions
of the nodes, i.e., by (1) editing the number of points, and (2) specifying fixed points and nodal
densities. The nodal density determines the relative length of the elements, and can be specified
only at fixed points. Fixed points can be inserted or deleted anywhere in the soil profile. The
user can edit the nodal density at a fixed point in order to locally refine the nodal distribution
around this point. Careful placement of the nodes is important since the nodal distribution

determines in a very substantial manner the ultimate quality and speed of the calculations.
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Fig. B.2. The main window of the PROFILE module; when used for soil profile discretization.

B.3.2. Specification of Soil Properties within the Soil Profile

The PROFILE module (Fig. B.3.) helps a user to define aso the spatia distribution of
parameters characterizing the flow domain (e.g., spatial distribution of soil materials, hydraulic
scaling factors, root-water uptake parameters) and/or observation nodes. All parameters in this
module are specified in a graphical environment with the help of a mouse.

Specification of parameters characterizing the flow domain (iniiia conditions, material
distribution) is relatively straightforward. The users must first select that part of the transport
domain to which they want to assign a particular value of the sclected variable. It is possible to

select the entire transport domain, part of it, or only individual nodes. A particular part of the
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Table B.6. Definition of terms used in module PROFILE.

Nodal Point Nodal points are nodes which discretize the soil profile and which are marked by green
crosses. These nodes are ordered from the top (node number 1) to the bottom (node
NumNP).

Elements Elements are layers discretizing the soil profile. They connect the generated noda
points.

Fixed Points  Fixed points are points in the soil profile marked by purple stars. These points may be
used to adjust the local discretization density of nodal points. By default, fixed points
are placed at the top and bottom of the soil profile, but they can be inserted or deleted
also at any other point in the soil profile.

Nodal Density The noda density is a real number in the range <0.01,100.> specifying the local
density of nodal points. The density can be specified only at fixed points. The
program distinguishes between top and bottom density. The top (bottom) density at a
fixed point specifies the relative thickness of the elements above (or below) this point.
If the top and bottom densities are equal then the nodal density is continuous
throughout the profile , i.e., both elements have the same thickness. If the top and
bottom density values are different then the element thicknesses will be different as
well. For example: if DT =3.,DB = 2. then LT/LB = 1.5, where DT and DB are the
top and bottom densities at a fixed point, respectively, and LT and LB are the
thicknesses of elements above and below that fixed point, respectively.

transport domain can be selected as follows: the user must first click the Edit Condition button,

and then move the mouse to a selected position. The beginning and end of the selection
operation is framed by clicking the left button. The selected area is the vertical defined by the
two mouse positions when the left button was clicked. When the selection is completed, the

window Condition Specification pops up and the user must specify the value of a particular

variable. That value will then be assigned to the selected area. When specifying the initial
condition, the user has the option of assigning either a constant value to a selected domain, or
specifying different values to the top and bottom of the selected region, in which case the
program will linearly interpolate the variable within the selected region. Variables are aways

assigned to nodal points, not to elements.
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Material Disiribution

Fig. B.3. Main window of the PROFILE module; when used for specification of soil properties.
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